On the Rhodanate Reaction of Molybdenum. 


By Yasumitsu UZUMASA and Ken-ichi DOI. 


(Received August 1, 1939.) 


Since Braun" has reported the colour reaction of molybdenum pro- 
duced by stannous chloride and rhodanate, the reaction has been in 
general adopted in the detection as well as in the estimation of the 
element. It is well known that the red colour once developed gradually 
disappears if the solution is treated with too much reducing agent. 
Thence some complex ions of quinquivalent molybdenum, such as 
MoO(SCN);”, are considered to be responsible for the reaction. The 
fact is well recognized by some investigators but others are in the 
opinion that the red colour is due to the tervalent molybdenum, such 
as Mo(SCN),”. The latter consideration still prevailing to a certain 
extent is by no means correct, however. The present writers‘) recently 
studied the absorpfion spectra of rhodanate- and chloro-complexes of 
molybdenum and have found that the solutions are, at least in the visible 
region, most hyperchromic when the element is in the quinquivalent state. 
And it was proved, moreover, that the solution of K;[Mo(SCN),], which 
could be isolated in the crystalline state by the reaction between 
K;[MoCl,] and KSCN, had but, a faint yellowish tinge, and that it became 
more hyperchromic only when some oxidizing agent was added. 

It is often emphasized that pH of the solution in which molybdate- 
rhodanate reaction takes place should be very carefully controlled because 
the colour intensity depends largely upon the acidity of the medium. 
The reduction potential of a reducing agent, e.g., stannous chloride, is 
a function of the acid concentration of the solution so that pH should 
naturally play an important réle in this colour reaction. Hurd and 
Allen“) studied the effect of variables involved in the colorimetric deter- 
mination of molybdenum. It is recommended by these authors that 
the concentration of hydrochloric acid should be kept at 5.0%, 
potassium rhodanate at 0.6%, and stannous chloride above 0.1%. 
To make a test of the molybdate-rhodanate reaction, stannous 
chloride is usually added to the solution of molybdate which already 
contains hydrochloric acid and rhodanate. In some books, however, the 
directions are given that the reducing agent should be added in advance 
and rhodanate be added afterwards. We thus notice that stress has 
never been laid on the order of priority in which the reagents are added. 
Nevertheless, this is a matter of no small importance. The colour inten- 
sity of the reaction products is not found to be identical when the order 
is reversed, even though the amounts of the reagents used are exactly 
the same. Experiments have therefore been carried out to elucidate 
what really causes this difference. 





(1) C. D. Braun, Z. anal. Chem., 2 (1863), 36. 
(2) Y. Uzumasa and K. Doi, J. Chem. Soc. Japan., 59 (1938), 1047. 
(3) L.C. Hurd and H. O. Allen, Ind. Eng. Chem., Anal. Ed. 7 (1935), 396. 
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Experimental. Comparison of the colour produced by different pro- 
cedures. Two series of molybdate solutions each containing 1~24% 
hydrochloric acid were prepared. One series was coloured by adding 
rhodanate first and then stannous chloride (A), while the other coloured 
by the addition cf stannous chloride followed by rhodanate (B). Both 
series were examined by means of a photoelectric colorimeter constructed 
by the writers. Its essentials are illustrated in Fig. 1. 

A beam of light from the 

lamp E passes through the con- 

densing lens L and the cell C, 

containing the filter liquid. The 

| a? beam then traverses the second 

Loyye cell C: which contains the solution 

ie to be examined and enters the slit 

B: Lead storage batteries. 6V,Cap.100A. S by which it is defined. The 

R,, R,:. Slide resistances. unabsorbed light finally strikes 

EB: “Mazda ‘talkiee-bulb.” SV, 5.54. the photocell P. The filter liquid 

L: Condensing lens. : 

C,, C,: Solution cells. is composed of an aqueous solu- 

S: Slit. ’ tion of cupric sulphate, the con- 

P: Photocell. Elevam Cs-PV-65. centration of which is 20mg. 

A: Amplifier. CuSO,/c.c. This solution serves 

©: "—aaen galvanometer. for cutting off the infrared com- 

; ‘ ponent of the light. The photo- 

Fig. 1. electric current is amplified and 

can be read on a Siemens box- 

type galvanometer G. The amplifier circuit applied by us is that 

proposed by Hogness, Zschelle, Jr. and Sidwell, Jr.“ {n this circuit 

the so-called “electrometer buib’”’ Mazda UX 54 is used by which a suffici- 
ent constancy of amplification during operation can be obtained. 


Table 1. Transmission (24).* Thickness: 1 em. 


Procedure A B 


Cone ¢ (min.)"* 30 60 30 60 
of HCl es! Fem: : 

36 ; 8 91 8 87 
50 66 gs9 82 77 

32 45 56 3 68 54 62 

25 19 f 20 76 44 20 20 

26 22 , 23 76 43 25 28 

29 34 a 68 29 2% 40 

10 27 35 65 51 39 45 68 

15 44 88 90 91 68 67 77 85 

20 52 91 91 91 8% 90 91 

24 54 91 91 91 8 § 90 91 











* Distilled water: 93%. ** Time after the addition of the last reagent. 


(4) T. R. Hogness, F. P. Zschelle, Jr. and A. E. Sidwell, Jr., J. Phys. Chem. 
41 (1937), 379. 
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The results of the experiments carried out with two series of molyb- 
date solutions coloured respectively in the manner described above are 
summarized in Table 1. 

It has been recognized by a number of investigators that the colour 
produced by molybdenum and rhodanate undergoes considerable changes 
with the duration of time. With the object of following these changes, 
we constructed an apparatus by means of which any change in the colour 
of a given solution is autographically record- 
ed. Fig. 2 shows the principal features of 
the apparatus. 

The rays reflected from the mirror of 
the galvanometer are converged by a cylin- 
drical lens C upon a sheet of bromide paper 
which is stretched round a drum held in a 
metallic box B. The shaft of the drum is, by 
means of a pair of cog-wheels, so connected 
with the shaft of the hour-hand of an alarm , 
clock that the latter gives the former one : 
complete turn in two hours. The difficulty a peepee 
of keeping either the light source or the : Cylindrical lens. 
amplifier at a constant condition often makes : Metallic box containing a 
the autographic recording unsuccessful. To rotating drum. 

‘ P <a : Alarm clock. 
overcome this difficulty it is necessary not 
only that the storage batteries should be Fig. 2. 
always kept in a perfect condition but also 
that as a light souree a lamp which gives least fluctuation through- 
out the observation should be adopted. We found that the bulb used for 
automobile headlight was not suitable for the present purpose because 
of its unsteadiness of the filament. Instead, Mazda talkies-bulb is highly 
recommended, for its filament is extremely steady. As resistance in the 
main amplifying circuit, Nihonmusen Company’s radio rheostats of 
variable type are used. These rheostats markedly, though not completely, 
excluded the possible fluctuation of the galvanometer. 

Some autographical results are given in Fig. 3. 

Acid concentration and the formation of molybdenum brown. We 
next studied at what concentration of hydrochloric acid molybdenum 
brown is most easily formed. To lc.c. of neutral molybdate solution 


Table 2. 





Resultant conc. mM/100 K.MoO, M/10 K,MoO, 


of HCl (%) 


€  brownish* yellowish brown* 
colourless yellowish 
” colourless 


” ” 


* These colorations indicate the formation of molybdenum brown, 
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wad 









HCl 5% + acetone 2% 


Fig. 3. 


were added xc.c. of 10% hydrochloric acid and yc.c. of water. Each 
solution was then treated with lc.c. of 10% stannous chloride in 10% 
hydrochloric acid solution. The results are given in Table 2. 

Spectrographic examination of the reaction products. In the next 
place, we examined spectrographically the reaction products of the 
procedure A and B. To the mixture of 1 c.c. of M/20 molybdate solution, 
xe.c. of 10% hydrochloric acid and yc.c. of water were added 1c.c. of 
10% KSCN, and then lec. of 10% SnCi.™ (A); or lee. of 10% 
SnCl. and then 1 c.c. of 10% KSCN (B). Ten minutes after the addition 
of the last reagent, 1 c.c. was pipetted out from each solution and diluted 
with a proper amount of water and hydrochloric acid so that the resultant 
solution might contain 1, 3, 5 or 8% HCl respectively. Their absorption 
spectra were then photographed with a small quartz spectrograph. The 
results are shown in Table 3. 


(5) Stannous chloride should not be added more than this amount, because it has 
its own absorption in the ultraviolet region which masks the band of molybdenum in 
question. 
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Table 3. 


Senidiniee cone. Absorption bands (A) 


of HCl (%) rs . 


3100 ‘aes 3000 


3150 ++ 3000 
3150 ++4 3000 +4 
3159 ++4 3000 +++ 


* +, ++ and +-+4- indicate the relative intensities of the bands. 


If the reaction products are shaken with ether, the coloured substance 
is extracted into the other layer, leaving stannous chloride in aqueous 
solution. The masking effect of stannous chloride may be thus avoided. 
The solutions obtained by the process A as well as by the process B were 
both allowed to stand for just ten minutes and then were extracted with 
10 c.c. of ether. 1c.c. was pipetted out from the ether layer, and diluted 
to 50 c.c. with ether. It was then observed spectrographically (Table 4). 
In case of A, the coloured substance was thoroughly extracted into ether, 
and the aqueous layer was almost colourless, while, in case of B, the 
extraction was always incomplete, the aqueous layer remaining more or 
less yellowish. 


_ Table 4. 


Absorption bands (A) 
Conc. of HCl (76) 
A 


3300 | 2600 -+ 

3300 ++ , 3100 } 2609 4 

3300 ++ , 3100 + , 2600 

3300 +-++, 3100 ++, 2600 +4 3300 +, 2600 
3300 +++, 3100 ++ 2600 +4 3300 +, 2600 


Discussion of Results. As it will be seen from Table 1 and also from 
the autographical results, the process A almost always develops a colour 
much more intense than the B. This is a fact which was hitherto dis- 
regarded. The optimum concentration of hydrochloric acid for the 
production of the maximum intensity of red colour is found to be approxi- 
mately 5~6%. This is in accordance with the result of Hurd and Allen.“ 

Why the colour produced in the® process A surpasses in intensity 
that produced in the process B may be. explained in two ways. 

I. In the process B, some intermediate compounds, e.g., molyb- 
denum blue, molybdenum brown, etc., are expected to form, even when 
an excess of stannous chloride and hydrochloric acid is used. Those 
compounds are stable and may prevent the production of complexes of 
quinqui- or tervalent molybdenum. 
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II. When chloro-complexes of molybdenum, such as Ks[MoOCl;], 
K.[Mo0O.Cls] or K;[MoCl.], are once formed, their transmutation into 
corresponding rhodanate-complexes on the addition of potassium rhoda- 
nate may take place with considerable difficulty. 

Our experiments indicate that, as shown in Table 2, the formation 
of molybdenum brown takes place only when the acid concentration is 
below 2%. The concentration of acid in which molybdenum blue is 
formed is likely to be much lower again; while the colour produced in 
the process B is weaker at all the concentration of acid than that produced 
in the process A (see Table 1). Consequently the formation of molyb- 
denum blue or brown may not be responsible for the colour difference 
of the two processes. 

Table 3 shows that the reaction products of the process A are always 
hyperchromic than those of the process B. The band of the former is 
situated between 3100A and 3150A while that of the latter is at 3000A. 
It is also found that all the bands are more pronounced with increasing 
conecntration of hydrochloric acid. According to our recent studies? 
on the absorption spectra of the molybdenum complexes, K,.[MoO(SCN);] 
has its band at 3200A while K.[MoOCl;] has at 2940A. The band 
produced by the process B is, therefore, ascribed to chloro-complexes 
of molybdenum. Probably these chloro-complexes may be rather stable 
and not easily changeable into rhodanate-complexes, even in a large 
excess of rhodanate. 

The spectrographical examination of the ether extracts indicates that 
the more hydrochloric acid they contain, the more pronounced the 
bands appear. The extracts from the product of the process A are more 
hyperchromic than those from the process B (Table 4). When a solu- 
tion of rhodanate complex of quinquivalent molybdenum, K.[MoO(SCN) 5s], 
was acidified with hydrochloric acid and shaken with ether, a deep red 
extract was obtained which showed the absorption bands at 3300A and 
3100A. These bands are in accord with those observed in the experiment 
with the ether extract from the process A. 

On the basis of these results, it is concluded that the red colour 
observed in the rhodanate test for molybdenum is due to rhodanate 
complexes of quinquivalent molybdenum, possibly and chiefly K.[MoO 
(SCN);], and that when stannous chloride is added in advance, 
there may be formed some chloro-complexes, such as K:[MoOCl;] or 
K.[McO.Cl.], which positively interfere the formation of red rhodanate 
compounds. The fact that the addition of potassium rhodanate to the 
aqueous solution of K.[MoOCI,;] causes no remarkable coloration is in 
favour of this view. To make the test, therefore, it is always necessary 
to add ammonium or potassium rhodanate first and then some reducing 
agent, otherwise the sensitivity of the reaction might be more or less 
reduced. 

The influence of acetone on this colour reaction was also studied. 
No doubt the presence of this organic solvent makes the colour developed 
more durable, but it neither increases the sensitivity of the reaction nor 
prevents undesirable effect of great excess of reducing agent. It is 
probable that the presence of acetone makes the reducing action 
milder and a long duration of time is necessary for over-reduction. The 
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coloured substances formed may thus remain much longer in the inter- 
mediate state of reduction. The colouring in the presence of acetone is 
also shown more constant in the records taken by the autographic 


apparatus. 
Summary. 


(1) By means of a photoelectric colorimeter, the reaction products 
between molybdenum and rhodanate under various conditions were 
examined. The colour changes with the duration of time were recorded 
by an autographic apparatus constructed by the writers. 

(2) The spectrographic observations of the products were also 
carried out. 

(3) The red colour observed in the rhodanate test for molybdenum 
is ascribed to rhodanate complexes of quinguivalent molybdenum, possibly 
and chiefly K.[MoO(SCN),;]. 

(4) It is emphasized that, to attain the maximum sensitivity of 
the reaction, rhodanate should be added in advance of the reducing agent. 


Chemical Department, Faculty of Science, 
Imperial University of Hokkaido. 


The Flow of Gases through Metallic Capillaries 
at Low Pressures. 


By Hiroshi ADZUMI. 


(Received August 5, 1939.) 


It was reported by the present author“ that the quantity of a gas 
flowing through a capillary in unit time and under unit pressure difference 
is expressed by the following formula: 


on ee /T 
K = 5.236 x10? |p +7 3.05 x 1044/1 


where » is the viscosity coefficient of the gas, M the molecular weight, 
p the mean pressure in mm. Hg, T the temperature, | and r respectively the 
length and the radius of the capillary and y a coefficient equal to or smaller 
than unity. The flowing quantity & is measured by the product of the 
volume and the pressure of the gas. Coefficient y of a gas is a function 
of pressure, but is constant at very low pressures, where it is equal to 
unity, and also constant at high pressures, where it is equal to about 
0.9. This constant value of y at high pressures is slightly different from 
gas to gas. 


(1) H. Adzumi, this Bulletin, 12 (1937), 292. 
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An interesting phenomenon about the flow of gases at low pressures 
is the existence of a minimum point on the K-p curve. The theoretical 
interpretation of it has not yet been done, but if the nature of » be 
cleared, the existence of a minimum will probably be explained. As 
stated above, y is a coefficient depending on the nature of gases, but it 
is not known whether it depends on the nature of the capillary-wall or not. 
Almost all capillaries which were used by many authors to study the 
flowing phenomena of gases were made of glass. In order to know the 
effect of the material of the capillary-wall, the present experiments have 
been done. 


Experimental. The procedure for measuring the quantities of flow 
of gases is the same as already described.‘?) The material of capillaries 
used for experiments are glass, silver, aluminium, copper, and iron. 
The inner surfaces of these metallic capillaries were carefully made as 
smooth as possible. The internal diameters are about 0.054 ~ 0.058 cm. 
and lengths 5~10cm. The exact dimensions of respective capillaries 
are shown in the accompanying tables. The quantities of hydrogen flow- 
ing in unit time and under unit pressure difference through various 
metallic capillaries at 15.5°C. are given in Table 1. 

As the reproducibility of the quantities at pressures lower than about 
0.05 mm. Hg was not good, the values of extremely low pressures are 


Table 1. The Quantities of Flow of Hydrogen at 15.5°C. 


Capillary: silver Capillary : aluminium 

(l= 7.7 cm., r = 0.027 em.) (l = 5.4 cm., r = 0.029 cm.) 
Prom. K K—ap Y | ieee: K K--ap 
1.517 1.456 0.844 0.89 | 1,421 2.490 1.378 0.81 
1.210 1.329 0.841 0.89 | 1.888 2.464 1.378 0.81 
1.109 1.290 0.846 0.90 | 0.8951 2.073 1.372 0.81| 9 
0.8258 1.176 0.843 0.89 | 9 20 | 0.8188 2.017 1.376 = 0.81 | ; 
0.5850 1.080 0.844 0.89{ ~~ | 0.5431 1.801 1.376 0.81 
0.5612 1.068 0.842 0.89 | 0.4985 1.765 1.374 0.81 
0.4022 1.004 0.842 0.89 | 0.8434 = 1.655 1.387 0.82 
0.2995 0.975 0.844 0.89 0.3173 1.642 1.394 0.82 
0.2229 0.952 0.862 0.91 | 0.2217 1.590 1.416 0.83 
0.1821 0.944 0.871 0.92 | 0.2040 1.585 1.427 0.84 
0.1646 0.941 0.874 0.92 0.1449 1.567 1.454 0.86 
0.1375 0.941 0.886 0.94 | 0.1347 1.560 1.455 0.86 
0.1018 0.939 0.898 0.95 | 0.1156 1.560 1.469 0.87 
0.0677 0.936 0.909 0.96 | 0.1000 1.558 1.480 0.87 
0.0578 0.937 0.914 0.97 | 0.0718 1.561 1.595 0.89 
0.0436 0.940 0.922 0.98 | 0.0387 1.574 1.544 0.91 
0.0329 0.939 0.926 0.98 | 0.0237 1.588 1.569 0.92 


i] 
(0.000) (0.945) 0.945 1.00 0.0202 1.594 1.578 0.93 | 


| 
| (0.000) (1.699) 1.699 1.00 








(2) H. Adzumi, this Bulletin, 12 (1937), 285. 
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Capillary : copper Capillary: iron 
(1 = 9.8 em., r = 0.030 em.) (1 = 9.96 em., r = 0.029 em.) 

Pmm. K K—ap Y Pmm. K K-ap 

1.604 1.483 0.764 0.79 2.073 1.412 0.626 0.74 
1.444 1.408 0.761 0.79 1.462 1.176 0.622 0.73 | 
1.063 1.241 0.766 0.80 0.9332 0.971 0.617 0.73 ¢ 0.73 
0.9690 1.192 0.758 0.79 0.79 0.6889 0.880 0.618 0.73 | 
0.7365 1.092 0.762 0.79{ °° 0.5291 0.821 0.620 0.73 
0.6801 1.065 0.760 0.79 0.4039 0.785 0.632 0.75 
0.5265 1.001 0.765 0.79 0.3951 0.784 0.634 0.75 
0.3230 0.914 0.769 0.80 0.3036 0.762 0.647 0.76 
0.2225 0.885 0.785 0.82 0.2815 0.755 0.648 0.77 
0.2181 0.888 0.790 0.82 0.2371 0.752 0.662 0.78 
0.1350 0.872 0.811 0.84 0.1864 0.739 0.668 0.79 
0.1175 0.870 0.817 0.85 0.1643 0.737 0.675 | 0.80 
0.0744 0.875 0.842 0.87 0.1464 0.738 0.683 0.81 
0.0645 0.876 0.847 0.88 0.0914 0.736 0.701 0.83 
0.0378 0.886 0.869 0.90 0.0720 0.737 9.710 0.84 
0.0376 0.892 0.875 0.91 0.0574 0.740 0.718 0.85 
0.0290 0.893 0.880 0.91 0.0440 0.744 0.727 0.86 
0.0185 0.901 0.893 0.93 0.03895 0.750 0.735 0.87 
(0.000) (0.963) 0.963 1.00 (0.000) (0.846) 0.846 1.00 


obtained by calculation from formula (1) and are shown in brackets in 
the tables. The symbol ap in the third column of the tables indicates 
the first term of formula 

(1). In Fig. 1, K’s are | 
shown as functions of the 
mean pressures. These 
figures are similar to that 
in the case of capillary of | 
glass and the existence of 
minimum points is also re- 
markable. As seen from | 
the fourth columns of the 
tables, >’s for various 
capillaries become respec- | 
tively constant at high es 
pressures. These constant es 
values, which are denoted 
by y,,, are shown in Table 
2 in comparison with the 
value for the glass capil- 
lary. 

As seen from Table 2, 

the values of y,, clearly ee ; 
depend upon the material — ee © 15 
of the capillary-wall. 


(for capil. of Ag, Cu, Fe) 





(for capillary of Al) 
no 


> Kmm. « 


> Pan 
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Table 2. Values of y,, for Various Capillaries. 


Capillaries Glass Silver Aluminium Copper Iron 


Ym 0.91 0.89 0.81 0.79 0.73 


Discussion. As stated above, the theoretical interpretation of the 
existence of a minimum point on the K-p curve has not yet been done. 
Considering the dependence of y,, upon the material of the capillary-wall 
and upon the flowing gas, the author advances the following argument. 
At very low pressures there are no molecules adsorbed on the surface 
of the capillary-wall but on increasing the pressure the adsorption will 
take place and the adsorbing area will be increased. At high pressures 
the surface will be saturated. Let us now consider the intermediate 
pressures at which the surface is not saturated. It is assumed that all 
the molecules which fall on the bare surface are adsorbed and that only 
some fraction of the molecules which fall on the already adsorbed molecules 
are reflected immediately. If this fraction of the reflected molecules 
is denoted by /, then 1 — # is the fraction of molecules adsorbed. There- 
fore, of all the impinging molecules on the capillary-surface a fraction 
p will be adsorbed and this fraction is expressed as 


re re ee (2) 


where @ is the fraction of the surface area already occupied, so that 
1 — @ is that of the bare surface. When the surface is not saturated, the 
fraction @ depends on the pressure, and this will increase only when 
molecules fall on the bare surface (1— @). Therefore, d@ dp is considered 
to be proportional to 1— @, then 


dé 
dp 
where ¢ is the proportionality constant. By integration 


ee Sle cca aituiiemy ete Paes eee (3) 


= c(1—8), 


the integration constant being zero. 
From (2) and (3), 
ee EN ss cbentscedacedsewed (4) 


If only a fraction f of the impinging molecules leave the wall accord- 
ing to the cosine law (this is called ‘diffuse emission’) and the remainder, 
1—f, are regularly reflected, some factor must be introduced into the 
formula of the molecular flow. This factor was given as f/(2—f) by 
Gaede.) 

Of all the impinging molecules, the adsorbed ones will be emitted after 
some stay in the adsorption layer, independently to the incident angle. 
So that the fraction of the diffuse emission (f) is exactly equal to the 
fraction of adsorption (p). Hence, by introducing the value of p to f, 
y is expressed as follows: 


(3) W. Gaede, Ann. Physk, (IV), 41 (1913), 289. 
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,._ s£ _ 1—A(l—e) 


“  2--f — 14+A(1—e-e) * 

Thus the relation between y and pressure is derived. At high pressures 
y becomes constant, (1 — #)/(1+ 2), and at very low pressures it becomes 
approximately unity. At intermediate pressures y depends on the pres- 
sure. This formula contains two unknown constants, / and c. In Table 
3 are shown these constants calculated inversely from the observed data. 


Table 3. Values of 8 and c for Hydrogen. 





| Capillaries | Silver Aluminium | Copper Iron 
6 0.058 0104 | oO117 | 0.156 | 
c 6.9 10.1 02 OC 7.5 


By using these calculated constants the flowing quantities K can 
be computed and these coincide satisfactorily with the experimental 
values. For example, the coincidence of these values of K’s in the case 
of iron capillary is indicated in Table 4 and Fig. 2. 





Table 4. | 
Values of K calculated. op = 
(Capillary : iron) 
| 
; j OOF 
Pmm. Kobs. Keatec. 
1.0 0.998 0.997 os 
17 | 0.884 0,883 ae a 
0.5 0.813 0.812 
0.3 0.760 0.766 | x calculated 
0.2 | 0.744 0.739 ’ 1 : ae en 
0.1 0.736 0.733 nit 1.0 
0.05 0.742 0.779 . 
Fig. 2. 


To summarize the preceding considerations, it can be said that. not- 
withstanding that the derived formula contains two unknown constants, 
the existence of a minimum point on the K-p curve and the character 
of the factor y in the flowing formula have been qualitatively interpreted. 


In conclusion, the author wishes to express his cordial thanks to 
Professor Emeritus M. Katayama afd Prof. H. Tominaga for their en- 
couragement throughout this experiment. Thanks are due to the Japan 
Society for the Promotion of Scientific Research for a grant. 


Chemical Institute, Faculty of Science, 
Tohoku Imperial University, Sendai. 
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Viscosity Effect on the Rate of Solution of Calcium 
Carbonate in Hydrochloric Acid. 


By Hitosi TOMINAGA, Hiroshi ADZUMI, and Taro ISOBE. 


(Received August 15, 1939.) 


In homogeneous reactions in solution, the viscosity effect on the 
rate is considered to be very small. In heterogeneous reactions, there 
are three processes occurring: (1) the sclute molecules approach and 
collide with the solid surface, (2) there takes place a chemical reaction; 
and (3) finally the products recede from the interface into the bulk of 
the solution. The diffusion velocities of the reactants or reaction products 
depend on the viscosity of the solution and, therefore, if these velocities 
are not very much greater than that of the chemical reaction, the observed 
rate will be affected by the viscosity. When metals are attacked by 
aqueous acids or cadmium by aqueuos iodine, the chemical change is 
rapid, and then the observed velocity is simply the velocity of diffusion. 
Thus the viscosity effect on the rate of dissolution of zine in hydrochloric 
acid was already observed.‘ 

On the other hand, according to Spring,‘?) when marble dissolves 
in hydrochloric acid diffusion is rapid and the chemical change determines 
the observed rate. Spring’s conclusion was drawn from the consideration 
of the apparent heat of activation. Brunner’s experiments, however, 
indicated the diffusion concerned. In order to examine these observations 
by measuring the viscosity effect, the following experiments have been 
done. 


Experimental. The rate of reaction is obtained by measuring the 
volume of carbon dioxide evolved. A well polished disk of marble of 
3cm. diameter, which is attached to a glass shaft and covered with wax 
or enamel all the surfaces except one face of bottom side, is rotated 
485 ~ 488 times per minute in hydrochloric acid. In order to keep the 
rotational velocity of the disk constant, a synchronous motor is used. 
Fifty cubic centimeters of the acid are contained in a bottle of capacity 
250 c.c. This reaction bottle (Fig. 1) and a gas burette of carbon dioxide 
are placed in a thermostat of 25°C. Then the volume of carbon dioxide 
evolved is read at intervals of one minute after inserting the rotating 
disk into the acid solution. The initial concentration of hydrochloric acid 
varies between 0.1747 and 0.5317 N. 

The relation between the velocity, that is, the volume of carbon 
dioxide evolved per minute, and the total volume is shown in Fig. 2. 
Fig. 3 and Table 1 show the effect of changing the viscosity of the acid 


(1) C. V. King and M. M. Braverman, J. Am. Chem. Soc., 54 (1932), 1744. 

(2) W. Spring, Z. physik. Chem., 1 (1887), 209; and also Moelwyn-Huges, ‘The 
Kinetics of Reactions in Solution’, p.284 (1933). 

(3)  E. Brunner, Z. physik. Chem., 47 (1904), 56. 
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solution by adding glycerine on the rate. The range of viscosities is 
0.00909 (without glycerine) ~ 0.01751. 


tL 


initial concentration 


© 01 ¢ ‘ (1) O53175 
sg 4 (2) 0.4210 
— 1) (3) OB1S4 
e : (4) O.1750 
i) we 
a 2 
>» gas burette Ss I oe 
S 10 (3) 
es) i 
> a 
\ 
glass-shaft t h (4) 
-« Wax °. 100 200 300 
.. marble disk — Total volume 
Fig. 2. Velocity Curves at Different 
Initial Concentrations. 
acid 
Table 1. The Effect of Vis- 





cosity on the Velocity Constant. 





Fig. 1. Schematic View of the 





Reaction Bottle. a ee . k 
—a goo _ 0.00909 | 0.0495 
& 4 tay (2) 0.01155 3.78 0.00991 | 0.0475 
7 2) a 5.37 0.01031 0.0433 
eS *)./ a 9.77 0.01155 0.0411 
2 lf met 14.51 0.01316 0.0377 
sli , 19 16 0.01510 | 0.0369 
> if : 23.85 0.01751 0.0344 
t | } 
a = -.° Initial concentration of the acid: 
— Total volume 0.1750 N. 
Rotational velocity of the disk: 
Fig. 3. Velocity Curves at Different Viscosities. 485 times per minute. 


Discussion. As seen from Fig..2, after about 30 ¢.c. of carbon dioxide 
has been evolved, the velocity changes linearly, which means the first 
order reaction occurs. The fore part of the reaction is an entirely differ- 
ent type. As seen from the figure, the maximum points of the velocity 
curves scarcely alter on using acidg of different initial concentrations. 
The reaction before the maximum point is not simple, and there may be 
probably occurring following processes in this region. When the marble 
disk is inserted in the acid, carbon dioxide produced at the early stage 
will dissolve into the acid and when the neighbourhood of the disk is 
saturated, then for the first time bubbles of carbon dioxide are able to 
evolve. Further, there is time hefore the disk comes in perfect contact 
with the acid. 
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The reaction mechanism of the region before the maximum point 
seems to be very much complicated, and, therefore, only the region of the 
first order reaction is considered in this paper. 

If the apparent reaction velocity of the linear part is denoted by v, 
it is proportional to the concentration of the acid, c, that is, 


POR Lats cccsndbssssseereseunss (1) 


where k is the velocity constant. As stated above, this heterogeneous 
reaction velocity consists of true chemical reaction velocity on the solid 
surface and the diffusion velocities of the hydroxonium ion in solution 
to the surface and of the reaction products to the bulk of the solution. 
True chemical change is considered to proceed in the two following stages: 


CO;- + H;,O* —— HCO, + HO 
HCO; + H;0* —— CO: + H.O 


The second reaction of the decomposition of bicarbonate may be assumed 
rapid, and, therefore, one molecule of carbon dioxide is produced for one 
hydrogen ion; namely, the true chemical reaction velocity v; is proportional 
to ¢, 


a ii eet Sk ue (2) 


As to the diffusion velocities of the individual components we may assume 
that Nernst’s theory holds. Then 

a , D-A 

diffusion velocity = c, 
oe 

where D is the diffusion coefficient, A the area of the solid surface, B 
the volume of the solution, and 6 the thickness of the diffusion layer. 
In this reaction, notwithstanding the respective diffusion coefficients of 
H,0+*, CO., and CaCl. may be concerned, all the constants are inversely 
proportional to the viscosity coefficient of the solution. Hence, the 
diffusion velocity v., in the lump, is expressed as follows: 


where 7 is the viscosity coefficient. 

On the marble surface, the chemical reaction takes place first, then 
diffusion follows. Hence, the apparent velocity v can be expressed as the 
sum of v; and 7, added in series, 


eae 1 

ir er ee (4) 
From formulas (1)~(4), 

te Brees “eile toeweddadecetans (5) 
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As seen from formula (5), 1/k is in general in the _ linear 
relation to the viscosity. If the chemical reaction is very rapid, the 
first term of formula (5) can be 

neglected and the line will cross 
the origin. On the contrary, if the 4 | 
diffusion is very rapid, the second rw A 


term can be neglected and the line Po 
becomes parallel to the axis of ‘| yo — 
viscosity. The actual results for | Fal Pe 
this reaction are shown in Fig. 4. 20-1 fo 
As clearly seen, the velocities | “WV ae 
of the chemical reaction and the ia 
diffusion are both measurable, and 
according to the estimation from ani or a 
the figure these two processes con- a a ro 
cern in the same order under pre- . es —s 
sent conditions. This conclusion Fig. 4. Effects of Viscosity and Rot 
will be ascertained by following velocity on the Velocity Constant. 
{nother experiment. 
The rate of the same reaction has been measured by changing the 
rotational velocity of the disk. The results are shown in Table 2. 











Table 2. The Effect of Rotational Velocity of the Disk on the 
Velocity Constant. 


r (Number of ro , 9s ‘ 
tation per minute) 158 220 349 484 683 


k 0.00633 0.00455 0.00287 0.00207 0.00146 


Initial concentration of the acid: 0.1750N. Viscosity : 0.00909. 


The thickness of the diffusion layer 6 may depend on the rotational 
velocity r. If 6 is assumed to be inversely proportional to r, the diffusion 
velocity will be expressed as, 


ve = ksr Cs: be eeepece sas ehneeneeweweee ( 6 ) 
Hence 1 1 1 
: = + eee ee ee ete wef 
k k, = ier (7) 


Similary to (5), 1/k is in linear relation to 1/7. 

The graphical representation pf the resulis is given in Fig. 
4, and the cross point of the line with the axis, which indicates the value 
of 1/k,, coincides very well with that of the line of viscosity effect. 


On the Calculation of the Energy of Activation from the Tempera- 
ture Coefficient of the Rate. Moelwyn-Hughes® calculated the heat of 
activation of the reaction between marble and hydrochloric acid from 
the temperature coefficient of the rate which had been observed by 
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Spring’, and found F};._,;.>= 6,300 calories. In this calculation, however, 
the viscosity effect of this reaction was not taken into consideration. 
This is not correct. As stated above, this reaction is affected by viscosity, 
and by increasing temperature the viscosity is decreased. Hence, in the 
calculation of the apparent heat of activation from the temperature 
coefficient of the rate, the acceleration due to viscosity decrease must be 
eliminated. 

Spring used a 5% acid solution and the observed ratio of the velocity 
constant of 35°C to that of 15°C was 2.05. The viscosity coefficients of this 
concentration are measured by the present authors as 0.00781 at 35°C 
and 0.01210 at 15°C. If the same amount of the viscosity effect as 
observed in the present experiment holds in the reaction in the 5% solu- 
tion, the velocity constant of the latter reaction will become 1.23 times 
as much by changing the temperature from 15° to 35° owing only to 
the viscosity change. Hence, the increase of the rate in the ordinary 
meaning on raising the temperature becomes ky;./kj;- = 1.82. By using 
this, the apparent heat of activation is corrected to 5,400 instead of 6,300 
calories. 

Generally, if a reaction is affected by viscosity, its effect must be taken 
into consideration in calculating the energy of activation from the tem- 
perature coefficient of the rate. 


Summary. 


The viscosity effect on the rate of reaction between marble and 
hydrochloric acid has been measured. The mechanism of the region of 
the first order reaction has been considered and the results show that 
the true chemical reaction on the marble surface and the diffusions of 
the reactant and reaction products concern in the same order in this 
reaction. The same conclusion is obtained from the experiments of 
changing the rotational velocity of the marble disk. The apparent heat 
of activation, which was calculated by Moelwyn-Hughes from the tem- 
perature coefficient of the rate, has been corrected by considering the 
viscosity effect. 


Chemical Institute, Fuculty of Science, 
Tohoku Imperial University, Sendai. 
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Austauschreaktion der Kernwasserstoffatome des Phenols. II. 
Austauschreaktion in saurer Lésung.”’ 


Von Masao KOIZUMI, 


(Eingegangen am 9. August 1939) 


Inhaltsiibersicht, Die Austauschreaktion der Kernwasserstoffatome des Phenols 
in der mit Salzséure versetzten verdiinnten sauren Lésung wird untersucht. Die Ver- 
suche, die bei konstanter Temperatur aber bei verschiedener Saurekonzentration ausge- 
fiihrt werden, ergeben, dass die Beziehung zwischen der Geschwindigkeitskonstanten k 
und der Saurekonzentration c durch die Formel wiedergegeben werden kann: 


log (k/2.303) = 1.26 log c—1.48 . 


Die Reaktion ist nimlich in Bezug auf die H-Ionen von 1.26—Ordnung. Die Gesehwind- 
igkeitskonstante, die bei einer bestimmten Siaurekonzentration (d.h. bei 0.0417 N und 
0.0078 N) aber bei verschiedenen Temperaturen bestimmt wird, laisst sich dagegen durch 
die Formeln gut wiedergeben: 

27,400 + 0.600 
4.574T 
27,200 1.0.30 
4.574T 


log k (0.0417 N) = (9.6 + 0.4)— (Mol/Liter)-! (Sek.)-' , 


log k(0.0078N) = (8.66 +0.2)—- (Mol/Liter)-! (Sek.)- . 


Diese Konstante & entspricht aber der stéchiometrischen Gleichung : 
C,H;0H + HDO = C,H,DOH + H,0 . 


Da aber die wirkliche Reaktion héchstwahrscheinlich zwischen undissoziierten 
Phenolmolekiilen und Hydroxoniumionen verlaufen muss: 


C;H;OH + DH.O+ = C,H,DOH + H;0*, 


wird die oben angegebene Formel fiir die scheinbare Geschwindigkeitskonstante k fiir 
diese grundlegende Reaktion umgerechnet. Wenn man dabei die oben angegebene 
Beziehung zwischen der Geschwindigkeitskonstanten und H-Ionenkonzentration zu 
Grunde legt, dann ergibt sich fiir die wahre Geschwindigkeitskonstante k, der grund- 
legenden Reaktion die Formel: 

ky = 1025403 exp(— na ) (Mol/Litery1 Sek.) . 


Die vorliegenden Versuchsergebnisse werden im Vergleich mit den friiher in alkalischer 
Lésung gewonnenen diskutiert. 


Einleitung. Titani und ich haben friiher die Austauschreaktion der 
Kernwasserstoffatome des Phenols in der mit Alkali versetzten Lésung 
untersucht (vgl. I. Mittl.). Dabei kamen wir zu dem Ergebnis, dass die 
Geschwindigkeitskonstante &, fiir die grundlegende Reaktion (1) durch 
die Formel (2) wiedergegeben werderft kann: 


CsH,O- + CsH;O0D = CsH,DO~ + C;H;0H (1) 


RT 








(1) I. Mittl.: dies Bulletin, 13 (1938), 681. 
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insofern als die Menge des versetzten Alkalis im Vergleich mit dem Phenol 
viel geringer ist. Die Aktivierungsenergie fiir Reaktion (1) betragt 
namlich 24.8 Kceal. Aber weil nach dem Versuch von Geib") die Aktivie- 
rungsenergie fiir die Austauschreaktion der Kernwasserstoffatome des 
Resorcins in saurer Lésung sich ebenso hoch wie in alkalischer Lésung 
belief, liegt nun nahe, die Austauschreaktion des unsubstituierten 
Phenols auch in saurer Lésung zu untersuchen und ihre Aktivierungs- 
energie mit dem oben gefundenen Wert in alkalischer Lésung zu ver- 
gleichen. 


Versuchsanordnung. Etwa 2 g. Phenol wird zusammen mit etwa 1 g. 
verdiinntes schweres (ca. 4-prozentiges) Wasser, das aber durch Zusatz 
verschiedener Menge von Salzsiure angesauert worden ist, in einem 
zugeschmolzenen und gut evakuierten Glasrohr bei verschiedener Tempe- 
ratur verschiedene Zeitlangen erwarmt. Nach dieser Behandlung wird 
das Wasser auf Ahnliche Weise wie in I. Mittl. beschrieben wurde, vom 
Phenol und Sdure abgesondert und die Dichte des so abgesonderten 
schweren Wassers, nach griindlicher Reinigung, mittels eines Quarz- 
schwimmers mit der des gewohnlichen Wassers verglichen. Das Austau- 
schaquivalent na des Phenols bei der in Rede stehenden Versuchsdauer 
und -temperatur, das wie iiblich durch Gl. (3) definiert wird, wird dann 
mit Hilfe der Gl. (4) berechnet: 


na = S nia (3) 


; 2(D.— D.) My ( 4 ). 
D. Myn 


In diesen Gln. bedeutet n; und a; die Anzahl und den Verteilungsquotienten 
der H-Atome in einem Phenolmolekiil, die unter den angegebenen Ver- 
suchsbedingungen gegen die des Wassers ausgetauscht worden sind, 
D, und D, den Dichteiiberschuss des schweren Wassers vor und nach dem 
Versuch, und M,, und M,,, die Molzahl des verwendeten schweren Wassers 
und Phenols. Die Summation in Gl. (3) muss dabei fiir alle austausch- 
baren Arten der H-Atome in einem Phenolmolekiil ausgefiihrt werden. 

Wenn auf diese Weise das Austauschaquivalent na bei verschiedener 
Versuchsdauer t bestimmt worden ist, lasst sich die mittlere Geschwindig- 
keitskonstante & fiir die Austauschreaktion der Kernwasserstoffatome 
des Phenols, deren Anzahl in einem Molekiil offensichtlich drei betragt, 
unter Benutzung der folgenden Gln. (5) und (6) graphisch ermitteln: 


- ae 2 
Xlog Y = F303 


ra = 


t (5), 


1a 1.25 
ud Y= 2.7 (6). 
1+ _na—1,25 


2 
—=+1.07 
Mon 


aS Sena 
4.2 Mpn+2.2 Mw 





xX 





(2) K. H. Geib, Z. physik. Chem., A180 (1937), 211. “ 
(3) Uber die Ableitung dieser Gln. und die graphische Ermittelung von k vgl. 
M. Koizumi und T. Titani, dies Bulletin, 13 (1938), 595. 
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Das zur Berechnung von X benétigte Volumen V der Lésung wird mit 
Hilfe des direkt gemessenen und in Tabelle 1 wiedergegebenen spezifischen 
Volumens der Lésung, eventuell durch kleine Inter- bzw. Extrapolation, 
rechnerisch gefunden. 


Tabelle 1. Spezifisches Volumen der Lésung. 





Zusammensetzung é spez. Volumen 
der Losung Temp. °C. in ¢.c. 


90 1.006 

2g. Phenol in 1g. 0.125N 100 1.015 
HCl-saures Wasser 110 1.024 
120 1.033 


90 1.000 

2 & Phenol in 1 g. 1N 100 1.010 
Cl-saures Wasser 110 1.020 
120 1.030 


Abhangigkeit der Austauschgeschwindigkeit von der H-lonenkonzent- 
ration in Losung. Unter Benutzung der oben beschriebenen Methode 
wird zunachst der Einfluss der HCl-Konzentration der Lésung auf die 
Austauschgeschwindigkeit untersucht, indem man den Austauschversuch 
bei einer konstanten Temperatur, namlich bei 100°C., aber in verschieden 
starken HCl-Lésungen ausfiihrt. Die dabei gewonnenen Versuchser- 
gebnisse sind in Tabelle 2 zusammengestellt. In dieser Tabelle bedeutet 
HCl (in H.O) die Konzentration von HCl im verwendeten schweren 
Wasser, dagegen HCl (in Lésung) die in dem damit hergestellten Reak- 
tionsgemisch. Dabei wird die letztere durch die Dividierung der ersteren 
mit der Zahl drei gefunden, weil das Volumen des zum Versuch benutzten 
und von vornherein durch den Zusatz von HCl angesiuerten schweren 
Wassers sich dem der damit hergestellten Lésung durchschnittlich wie 
1:3 verhalt. Die Versuchsnr. in der ersten Vertikalreihe der Tabelle 
driickt die zeitliche Reihenfolge der einzelnen Versuche aus. 


Tabelle 2. Einfluss der HCl-Konzentration auf die 
Austauschgeschwindigkeit. 


Versuchs- Versuchs-| Versuchs- M  oM, Da—De | De 
bebingung nr. dauer in Min. 7 | ph iny | iny 





| 
nx 





HCl (in H,O) 28 60 0.0549 0.0216 1517 2063 3.74 


HCl Gr Losung) 2 120 0.0547 0.0216 1526 | 2054 | 3.78 
= 0.333 N. 1 0.0547 | 0.0222 1616 | 1964 | 4.05 





HCl (in H.O) 82 40 0.0545 0.0214 1119 2655 | 2.14 
= 0.666 N, 
HCl (in Lésung) 31 80 € 0.0546 | 0.0216 1252 2522 2.51 
= 0.222N. 


= 0.222 39 85 0.0545 | 0.0216 1482 | 2292 | 3.27 








| 











(4) Bei dieser Bestimmung des spezifischen Volumens der Lésung wurde ge- 
wohnliches Wasser verwendet. Da aber das zum Hauptversuch verwendete schwere 
Wasser sehr verdiinnt war, darf man das so bestimmte spezifische Volumen der Liésung 
in gewohnlichem Wasser ohne weiteres zur Berechnung des Volumens der Lésung beim 
Hauptversuch benutzen. 
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Tabelle 2.—(Fortsetzung) 






























































Versuchs- | Versuchs-| Versuchs- | Da—De | OD, 
bedingung | nr.  dauer in Min. Mw | Mpn in Y . | in ' ” 
7 60 0.0543 | 0.0224 1274 | 2390 | 2.14 
HCl (in H,0) | 4 120 0.0545 | 0.0218 | 1527 2637 | 2.90 
| = | | | 
ore (in Lisun 2) | 6 | 200 0.0541 | 0.0217 | 1678 | 2486 | 3.36 
=0.1 3 | 330 0.0540 | 0.0219 | 1774 2390 | 3.76 
5 | 900 0.0542 | 0.0216 | 1832 | 2332 | 3.96 
HCl (in H,0) 36 COC 60 0.0562 | 0.0216 | 1015 2921 | 1.81 
= 0.353 N, 
Hcl(in Lésung)) 37 120 0.0561 | 0.0216 | 1215 2721 | 2.32 
= 0.118N. } 38 180 | 0.0561 0.0218 | 1358 | 2578 | 2.83 
}-—_—_—_—___|__ _+—__—— —|— 
poe 
HCI (in H.0) | 8 120 0.0553 0.0215 | 1278 | 3068 | 1.93 
= 0.250N, | 29 | 180 0.0555 | 0.0216 | 1361 2985 | 2.34 
per 7 ered 10 | 240 0.0555 0.0216 | 1511 2835 | 2.74 
. ; 9 360 0.0554 | 0.0216 1622 2724 3.06 
HCI(inH,o» | %§ 0 0.0558 | 0.0216 793 3469 | 1.22 
= 0.125N, | oo 240 0.0556 | 0.0216 | 1181 3081 | 1.95 
_ (in Losung) | on 480 0.0556 | 0.0216 | 1357 | 2905 | 2.40 
} ww | 900 0.0554 | 0.0214 | 1625 2637 | 3.20 
HCI (in H.0) | 38 910 0.0557 | 0.0216 | 1292 | 2754 | 2.42 
= 0.0706N, 
HCi(in Losung)| 29 | 1800 | 0.0556 | 0.0215 | 1533 2513 | 3.15 
= 0.0235 N. | 35 2700 0.0555 | 0.0216 | 1645 2401 | 3.30 
| 1 (in H.0) | 41 | 2480 0.0558 | 0.0218 | 1332 | 3181 | 2.14 
be} Losung)_ 40 | 3660 0.0558 | 0.0218 | 1451 | 3062 | 2.42 





Tabelle 3. Austauschgeschwindigkeitskonstante k 
bei verschiedener HCl-Konzentration c in Lésung. 





Konzentration c Geschwindigkeits- r 
von HCl in Lésung loge konstante k/2.303 log (k/2.303) 

in N. (Mol/Liter)-! (Stunde)-! 
0.222 —0.654 0.00525~0.000550 —2.270 
0.167 —0.777 0.00362 —2.441 
0.118 —0.928 0.00215~0.00220 —2.661 
0.083 - —1.081 0.00145 ~ 0.00150 | — 2.839 

0.042 —1.377 0.00060 —3.222 
0.0235 —1.629 0.000313 —3.505 





| 
0.0078 —2.108 0.090078 —4,108 | 
| 











1939] Austauschreaktion der Kernwasserstoffatome des Phenols. II. 357 


Die Austauschgeschwindigkeitskonstante &, die unter Benutzung der 
oben in Tabelle 2 angegebenen Daten graphisch ermittelt wurde, ist zu- 
sammen mit der entsprechenden HCl-Konzentration in Lésung in Tabelle 
3 wiedergegeben. Dabei werden die Daten bei 0.333.N (d.h. bei der 
konzentriertesten Lésung, die wir benutzten) nicht aufgenommen, weil 
in diesem Fall die Austauschgeschwindigkeit zu gross war, um die Ge- 
schwindigkeitskonstante genau zu bestimmen. Man muss ferner darauf 
achten, dass die .Zeiteinheit fiir 
& in Tabelle 3 nicht Minute wie °";— | r ys 





in Tabelle 2 sondern Stunde ist. 
Die in Tabelle 3 angegebenen 3 

Ergebnisse kénnen wir nun durch 3) = 

die Formel gut wiedergeben: | i 





log (k/2.303) = 1.26 loge—1.48 (7)  -sw 


wie man dies aus der _ neben- mn = “150 “1.00 050 
stehenden Abb. 1 ersieht, wo a 

] k/2 a Abb. 1. Abhangigkeit. der Geschwindig- 
og (k /’ -303) gegen log ¢ einge- keitskonstante k von der HCl-Kon- 
tragen ist. zentration c in Lésung. 


Abhiangigkeit der Austauschgeschwindigkeit von der Temperatur. 
Aktivierungsenergie. Es wird oben gefunden, dass die Geschwindigkeits- 
konstante & nicht, wie bei der gewohnlichen sdurebasekatalytischen Reak- 
tion zu erwarten ist, mit der ersten Potenz der H-Ionenkonzentration 
sondern mit deren 1.26-Potenz zunimmt. Die Ursache fiir diese Ab- 
normalitét ist entweder in der Abhingigkeit des Stossfaktors Z bzw. 
der Aktivierungsenergie A der H-Ionenkonzentration zu suchen: 


A 


Eu S-e™ (8). 


Um zwischen diesen beiden Méglichkeiten zu einem Entscheid zu kommen, 
wird nun die Geschwindigkeitskonstante & in zwei verschieden starken 
HCl-Lésungen resp. bei verschiedenen Temperaturen bestimmt und dar- 
aus die Aktivierungsenergie fiir die Reaktion in beiden Arten der Lésung 
ermittelt. Die dabei gewonnenen Versuchsergebnisse sind in Tabelle 4 
und 5 wiedergegeben, wo die Einheit fiir — ebenso wie in Tabelle 3 
(Mol/Liter)-! (Stunde)-? ist. 

Diese beiden in Tabelle 4 und 5 angegebenen Versuchsergebnisse sind 
auch in Abb. 2 graphisch wiedergegeben, wo log(;/2.303) gegen das 
Reziproke der absoluten Temperatur d.h. 1/T dargestellt ist. Die beiden 
Kurven (1) und (II) in Abb. 2 konnen aber durch die Formeln gut 
wiedergegeben werden: 


27,400 + 0.600 


(1) log (4/2.303) = (12.8 + 0.4)—""" 


(Mol/Liter)-(Std.)~', 





(II) log ([:/2.808) = (11.85 40.2) 2209 50.800 (Mol/Liter)-(Std.)-. (9). 
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Tabelle 4. Abhangigkeit der Geschwindigkeitskonstante k 
von der Temperatur in 0.042N HCl-Lésung. 


HCl (in H,O) = 0.125Nn, HCl (in Lésung) = 0.042N 








Versuchs- 


Versuchs- Versuchs- My Mon | Da—De De _ k/2 308 temp. | 


nr. dauer in Min. in y in y 


21 0.0558 0.0215 1053 3209 1.71 | 
23 | 0.0558 0.0215 1243 3019 2.12 0.000208 
0.0558 0.0215 1415 2847 2.57 


0.0556 0.0216 1181 3081 1.95 
0.0556 0.0216 1357 2905 2.40 | 
| 0.0555 0.0216 1496 2766 2.78 
| 0.0554 | 0.0214! 1265 2687 3.20 | 


0.000600 


0.0555 0.0216 | 1243 2.12 
0.0556 | 0.0216 | 1493 | 2.78 
| 0.0558 | 0.0216 1655 | 3.28 | 





0.0559 | 0.0212, 1478 2.80 | 
| 0.0554 0.0216 | 1670 3.31 











Tabelle 5. Abhangigkeit der Geschwindigkeitskonstante k 
von der Temperatur in 0.0078N HCl-Lisung. 


HCl (in H,O) = 0.235N, HCl (in Lésung) = 0.0078N 


Versuchs-| Versuchs- | Da—D, D 
nr. | dauer in Min. Mw | Mph Pay : 


‘ ~ | _._- |Versuchs- 
ne k/2 303 temp. 


in y in y oC. 





41 | 2430 0.0558 | 0.0218 1332 3181 | 2.14 | 0.000077 


100.0 
40 | 3660 0.0558 | 0.0218 | 1451 3062 | 2.42 | ~0.000079 


SS ee tle 
42 | . 0. | 2890 | 287 |) onoso 
44 2400 0.0550 0.0215 | 1669 | 2844 3.05 | 








46 | 936 0.0560 | 0.0216 | 1693 | 2820 | 3.12 | 0.000565 


1774 2739 | 3.38 | ~0.000575 





45 | 1296 | 0.0215 
| 








| 
| 








Oder wenn man die Zeiteinheit von Stunde in Sekunde umrechnet und 
ferner den Koeffizient 2.303 im Nenner der Geschwindigkeitskonstante 
wegnimmt, erhalt man die Formeln: 


(1) logk(0.042.N) = (9.6 +0.4)— 2a (Mol/Liter)-(Sek.)-, 
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(II) log K(0.0078N) = (8.7 0.2) — 220% 0-300 (Mol/Liter)-"Sek.)—, (10). 





Aus diesen Versuchsergebnissen 
ersieht man, dass die Aktivierungs- 
energie in den beiden Reihen der 
Versuche miteinander befriedigend 
gut tibereinstimmt, d.h. sie von der 
H-Ionenkonzentration fast unabhan- 
gig ist. Dagegen nimmt der Stoss- 
faktor mit der Saurekonzentration 
in Lésung zu. Dies kommt offen- 
sichtlich von der katalytischen Wir- 
kung der H-Ionen her. Bei der 
Ermittelung der Geschwindigkeits- 
konstante & wird stillschweigend an- 
genommen, dass die Reaktion als 
die bimolekulare Reaktion zwischen 
den neutralen Phenolmolekiilen und 
schweren Wasser gemass der stéch- 
iometrischen Gl. (11) verlauft: 0.00250 0.00260 0.00270 0.00280 

















> log (k/2.303) 








Abb. 2. Abhangigkeit der Geschwindig- 
CeH;0OH + HDO keitskonstante k von der absoluten 


CsH,DOH + H:20 (11). Temperatur 7. 


Aber die wirkliche Reaktion muss héchstwahrscheinlich zwischen den 
neutralen undissoziierten Phenolmolekiilen und Hydroxoniumionen (bzw. 
Deuteroxoniumionen) nach dem Schema verlaufen: 


C;H;OH + D-H.0* a C,H,DOH + H;0* (12). 


Nimmt man deshalb an, dass die Geschwindigkeit dieser grundlegenden 
Reaktion (12) einfacherweise mit der ersten Potenz der Konzentration 
der einzelnen ReaktionsteilInehmer zunimmt, dann besteht zwischen der 
Geschwindigkeitskonstante & fiir die stéchiometrische Reaktion (11) und 
der ky fiir die grundlegende Reaktion (12) die Beziehung: 


lo =k 2 [[Ce-Hs;OH]] ({H-0]) (13). 


3 [CsH;OH][H,0*] 


In dieser Gl. (13) bedeutet [[C;H;OH]] und [[H:O]] resp. die gesamte 
(analytische) Konzentration von Phepol und Wasser, dagegen [C,H;OH] 
und [H;0+] die wirkliche Konzentration von undissoziierten Phenol- 
molekiilen und Hydroxoniumionen in Lésung. Fiir den praktischen 
Zweck kénnen wir aber offensichtlich [CsH;OH] =[[CsH;OH]] und 
[H;,0+ ] == ¢ (vgl. oben) setzen. Wenn man auf diese Weise mit Hilfe der 
Beziehung (13) die oben angegebenen Formeln (10) fiir die scheinbare 
Geschwindigkeitskonstante k in die wahre Geschwindigkeitskonstante k, 
-_umrechnet, dann ergeben sich die Formeln: 
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(1) log %(0.042N) = (12.1 40.4)“ (Mol/Liter)-\Sek.)-}, 


27,200 + 0.300 
. = . . — 2 saa ” %” 14 . 
(II) log %(0.0078N) = (11.9+0.2) TT; (14) 


Der Stossfaktor in diesen beiden Formeln hangt aber, wie beide Formeln 
zeigen, noch von der H-Ionenkonzentration ab und zwar nimmt er mit 
der letzteren allmahlich zu. Die Ursache fiir diese Diskrepanz ist in 
der bei der Ableitung von Gln. (14) angenommenen einfachen Voraus- 
setzung zu suchen, dass die Austauschgeschwindigkeit mit der ersten 
Potenz der Reaktionsteilnehmer, insbesondere mit der H-Ionen, zunimmt. 
Diese Voraussetzung trifft aber in Wirklichkeit nicht zu. Wir haben 
namlich bei dem oben angegebenen Vorversuche gefunden, dass die wirk- 
lich Austauschgeschwindigkeit nicht mit der ersten Potenz der H-Ionen- 
konzentration sondern mit deren 1.26-Potenz zunimmt, wobei die vor- 
liegende Austauschreaktion betreffend der H-Ionen als die Reaktion von 
der 1.26-Ordnung aufzufassen ist. Wenn wir deshalb bei der Umrech- 
nung der Formeln (10) fiir & in die Formeln fiir die wahre Geschwindig- 
keitskonstante &) dieser Tatsache Rechnung tragen und statt der Bezie- 
hung (13) die folgende Beziehung (15) benutzen, dann ergeben sich aus 
den beiden Formeln (12) die Formeln (16): 


_ 72 ([CeH;OH]] ([H20]] 
°= > [CcHsOH] [H.0°}* (15), 


ol 


(1) log Ko(0.042N) = (12.5+0.4)—“2 =o (Mol/Liter)-(Std.)-1, 


; a _ 27,200 + 0.200 
(II) log K.(0.0078n) = (12.50.2)—"" P » (16). 


Der Stossfaktor in beiden Formeln (I) und (II) stimmt nun miteinander 
sehr gut iiberein. Man kann deshalb diese beiden Formeln (1) und (II) 
in einer einzigen von der H-Ionenkonzentration unabhingigen Formel 
vereinigen, die folgendermassen lautet: 


Ky = 1025*°3 exp __ 27,300 si) (17). 


RT 


Diskussion. Die in dem vorliegenden Versuche gefundene Aktivie- 
rungsenergie fiir die Reaktion in saurer Lésung, die durchschnittlich 
27.3 Keal. betragt, ist untriiglich grésser als die in alkalischer Lésung. 
Diese letztere betragt nimlich, wie aus vorhergehendem Versuche (I. 
Mittl.) ersichtlich, 24.8 Kcal. Dieser Unterschied der Aktivierungsenergie 
ist aber offensichtlich auf die Verschiedenheit des Aktivierungsprozesses 
der beiden Arten der Reaktion zuriickzufiihren. Bei der Reaktion in 
alkalischer Lésung wird angenommen, dass der geschwindigkeitsbestim- 
mende Prozess sich in der Reaktion zwischen dissoziierten Phenolationen 
und undissoziierten Phenolmolekiilen befindet : 
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H D 
fm, YN “\ eM, 
+ —_—— | + | (18). 
¥ 4 et a 
a OD OL OH 


Zu dieser Annahme kommt man durch die Experimentaltatsache, dass 
die Austauschgeschwindigkeit mit der Konzentration von Alkali und 
Phenol, und zwar mit deren ersten Potenz, zunimmt.©) Dagegen kann 
man itiber den Mechanismus der vorliegenden Reaktion in sauer Lésung 
nicht so ohne weiteres einen Schluss ziehen, weil in diesem Fall die 
Reaktionsgeschwindigkeit nicht einfach mit der ersten Potenz sondern 
mit der 1.26-Potenz der H-Ionenkonzentration wichst. Aber die nahelie- 
gendste Annahme ist, wie schon oben erwahnt, dass die Reaktion zwischen 
undissoziierten Phenolmolekiilen und .Hydroxoniumionen in folgender 
Weise verliuft: 


H — Dp 
/\N “\ 
+ ie is | | + H,O+ (19). 
\/ \Z 
OH OH 


Wenn dies wirklich der Fall ist, dann muss der zwischenbildende ak- 
tivierte Komplex fiir beide Reaktionen (18) und (19) die folgende Form 
I bzw. II besitzen. 


‘i 
\/ 
0. FA. 
Dy 4H yD 80 
in * 
| 
be a \Z 
O- OH 


I (in alkalischer Lésung). II (in saurer Lésung). 


Der Versuch zeigt, wie bereits oben erwdhnt, dass die Aktivierungs- 
energie fiir die Reaktion in alkalischer Lésung geringer als die .in saurer 
Lésung ist. Dies bedeutet, dass zur Bildung des aktivierten Komplexes 
I in alkalischer Lésung geringere Energie erforderlich ist als fiir den 
Komplex II in saurer Lésung. Man kann deshalb den Unterschied der 
Aktivierungsenergie fiir beide Arten der Reaktion durch die wahrschein- 
liche Annahme erklaren, dass die Enefgie, die zur Bildung des Komplexes I 
in alkalischer Lésung erforderlich ist, hauptsachlich dazu verbraucht 
wird, um die Valenzstruktur des zu deuterierenden Phenolionenrestes zu 
verindern, wahrend die zur Bildung des Komplexes II in saurer Lésung 
erforderliche Energie hauptsiachlich zur Valenzinderung des ebenfalls 


(5) M. Koizumi und T. Titani, dies Bulletin, 13 (1938), 631 (vgl. Tabelle 4). 
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zu deuterierenden neutralen Phenolmolekiilrestes verbraucht wird. Da 
aber der Phenolionenrest iiberschiissige (negative) Ladung in sich selbst 
tragt, liegt die Annahme nahe, dass die Valenzinderung in demselben 
geringere Energie in Anspruch nehmen diirfte als die im neutralen 
Phenolmolekiilrest in saurer Lésung. 

Es wird weiter gefunden, dass der Stossfaktor fiir die Reaktion in 
saurer Lésung (=10'*°) deutlich grésser ist als der in alkalischer 
Lésung. Dieser letztere ergibt sich namlich aus dem letzten Versuch 
10'S (vgl. Gl. (2) ). Diese Vergrésserung des Stossfaktors in saurer 
Lésung als in alkalischer darf aber wohl dadurch erklart werden, dass 
die Reaktions- bzw. Stossteilmehmer in beiden Arten der Reaktion ver- 
schieden sind. Bei der Reaktion in alkalischer Lésung wirkt namlich 
das neutrale undissoziierte Phenolmolekiil, dagegen in saurer Lésung das 
Hydroxoniumion (bzw. Deuteroxoniumion) als das Deuterierungsmittel 
und zwar derart, dass dies sein an O gebundenes D-Atom gegen das 
Kernwasserstoffatom des Phenolation (in alkalischer Lésung) bzw. des 
neutralen Phenolmolekiils (in saurer Lésung) austauscht. Aber diese Art 
der Austauschreaktion, wie im allgemeinen angencmmen wird (elektro- 
phile Substitutionsreaktion!), findet vorziiglich an solch einer Stelle des 
Benzolkerns des Phenolations bzw. Phenolmolekiils statt, wo die Elek- 
tronen mehr oder weniger angehauft sind. Deshalb liegt die Annahme 
nahe, dass das positiv geladene Oxoniumion mit dem Phenolmolekiil an 
seiner reaktionsfahigen, d-h. mehr oder weniger negativ geladenen, Stelle 
haufiger zusammenstésst als dies das neutrale Phenolmolekiil mit dem 
Phenolation an derselben reaktionsfahigen Stelle des letzteren tut. Auf 
diese Weise kann man vielleicht die Vergrésserung des Stossfaktors bei 
der Reaktion in saurer Lésung erklaren- 
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Ratschlige und Hilfe bei der Ausfiihrung der vorliegenden Arbeit meinen 
warmsten Dank aussprechen. Der Nippon Gakujutsu-Shinkohkai (der 
Japanischen Gesellschaft zur Férderung der wissenschaftlichen For- 
schungen) sowie der Hattori-Hohkohkai (der Hattori-Stiftung) bin ich 
auch fiir ihre finanzielle Unterstiitzung zu grésstem Dank verpflichtet. 
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Synthese der kondensierten Selenophene durch 
Einwirkung von Acetylen auf Selen. 


Von Sumio UMEZAWA., 


(Eingegangen am 24, August 1939.) 


Unter den mehrkernigen kondensierten Selenophen-Systemen ist nur 
das Selenonaphthen, d.h. Benzoselenophen bekannt, iiber das zuerst von 
Mazza und Solazzo’ in ihren Untersuchungen iiber die Einwirkung 
von Acetylen auf Selen berichtet wurde und dessen Darstellung dann 
kiirzlich von Komppa und Nyman‘) durch Reduktion des 3-Oxyseleno- 
naphthens sicher gestellt worden ist. Da vor einiger Zeit Challenger 
und Harrison“) durch die Einwirkung von Acetylen auf Schwefeldampf 
die isomeren Thiophthene erhalten haben, und da weiterhin bei der 
Reaktion zwischen Acetylen und Selen Briscoe und seine Mitarbeiter“ 
eine himmelblaue Fliissigkeit vom Siedep. 240-250° mit etwa 20 Prozent 
Selen abgetrennt haben, die sie als das unreine Selenophthen vermuteten, 
ist es von Interesse, den hochsiedenden Anteil des Reaktionsprodukts, 
das bei der Einwirkung von Acetylen auf Selen in einem elektrischen 
Ofen gewonnen wurde, auf seine Bestandteile hin zu untersuchen. 

Wenn man unter bestimmten Bedingungen) gereinigtes Acetylen 
auf Selen einwirken liess, so wurde ein unangenehm riechendes Ol vom 
spez. Gew. 1.47 erhalten, welches 57 prozentiges Selenophen enthielt. 
Liess man den hdhersiedenden Anteil, der durch Destillation unter 
atmosphirischem Druck vom Selenophen so vollstandig wie méglich 
abgetrennt wurde, von einigen Tagen bis zu einen Monat lang in der 
Dunkelkammer stehen, so kristallisierten zahlreiche grosse Nadeln nach 
und nach heraus, welche 6.7 Prozenten des Ausgangsdls entsprachen. 
Nach Umkrystallisierung aus Alkohol zeigten sie den Schmelzp. 123- 
124.5° und ergaben schéne Indophenin-Reaktion beim Zusammenbrin- 
gen mit Isatin und konzentrierter Schwefelsiure. Aus Alkohol kamen 
sie in Rautenform heraus. (Abb. 2) Die Ergebnisse ihrer Molekular- 
gewichtsbestimmungen und Analysen lassen mit aller Deutlichkeit das 
Selenophthen C,H,Se. erkennen. Wie die meisten kernkondensierten 
Verbindungen wird das Selenophthen leicht in sein Pikrat, C,H,Se.- 
C,H.(NO.),0H, vom Schmeizp. 163-5° iibergefiihrt, das beim Behandeln 
mit ziemlich konzentriertem wisserigem Ammoniak leicht zerlegt wird. 
Beim Behandeln des Selenophthens mit iiberschiissigem Brom in einer 
Schwefelkohlenstofflésung bei tiefer Temperatur kann man die fliichtige 
Entstehung des schénen gelben wside, smneesmenes Bromadditionspeodukts, 








(1) P, Pp. tiene ‘nd L.. Solazzo, Chem. Zentr., 100 (1929), I, 1454; Rend. feteadl 
Sci. (Napoli), Serie 3a, 33 (1927), 236. 

(2) G. Komppa und G, A. Nyman, J. prak. Chem., 139 (1934), 229. 

(3) F. Challenger und J. B. Harrison, J. Inst. Petroleum Technologists, 21 
(1935), 135; Chem. Zentr., 1935, II, 1548. 

(4) H.V. A. Briscoe, J. B. Peel und P. L .Robinson, J. Chem. Soc., 1928, 2628. 

(5) H. Suginome und S. Umezawa, dies Bulletin, 11 (1936), 162. 
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wie bei derselben Behandlung des Selenophens), bemerken und kann 
schliesslich das Tetrabromselenophthen C,Br,Se. (V) vom Schmelz. 
247.5° (korr.) erhalten. 

Um die Ahnlichkeit der chemischen Eigenschaften mit denen des 
Selenophens weiter klar zu stellen, versuchte ich das Selenophthen zu 
nitrieren und zu sulfonieren. Auf Selenophthen wirkt konzentrierte 
oder rauchende Salpetersdure mit grosser Heftigkeit oxydierend wie 
beim Selenophen“?, doch gelang die direkte Nitrierung bei der Verdiin- 
nung mit Essigsdureanhydrid bei tiefer Temperatur und mit berechneter 
Menge der rauchenden Salpetersiure wurde ein Mononitroselenophthen 
(VI), CesHsSe2NO., vom Schmelzp. 108—-109.5° gewonnen, allerdings in 
nur massiger Ausbeute, welches mit Methanol und Kalilauge keine Farben- 
reaktion ergibt. Auch wirkt konzentrierte Schwefelsdure zersetzend auf 
Selenophthen. Wenn man aber das Selenophthen in Essigsaureanhydrid 
mit berechneter Menge konzentrierter Schwefelsdure behandelt, so bildet 
sich eine Selenophthendisulfonsaure, welche in Bariumsalz (VII), Kalium- 
salz (VIII) und in Sulfochlorid (IX) vom Schmelzp. 234-6° iibergefiihrt 
wurde, wie im folgenden dargestellt wird. 








Br; 
C,Br,Se, ——— ny 
(V) a konz. H.SO, 
_C.H Se, apr oe ese C,H.Se.(SO;H). 
rauch. HNO, | (CH;CO),0 
C,H;NO.Se; pomcene Ai 
(CH;CO),O0 
(VI) 
BaCoO, K,CO, PCI; 





ee a C,.H.Se.(SO; 1), Ba), s > C,H.Se.’ SO. ‘K), ‘socom C,H.Se.(SO.Cl), 
(VII) (VIII) (IX) 


Auf Grund der oben beschriebenen Tatsachen wird einwandfrei 
festgestellt, dass diese Verbindung vom Schmelzp. 123-124.5°, die aus 
dem Reaktionsprodukt zwischen Acetylen und Selen isoliert wurde, eine 
dem Thiophthen entsprechende Selenverbindung, d.h. ein Selenophthen 
ist. Handelt es sich um die Struktur des Selenophthens, so sind jedoch 
die Formeln I, II und III in Betracht zu ziehen. 


Se 


a H 
HC——-C——-CH HC——-C CH oy El cme, 
lI d I II II II II | pe 
HC m (6 HC C——CH =; HC C——C 
ee ed oe i ed H 
Se Se Se Se 
I II Ill 


Ich konzentrierte mein Interesse besonders darauf, aus dem hdher- 
siedenden Anteil, der von Selenophen und einem festen Selenophthen 
abgetrennt wurde, noch weiter die Strukturisomeren des Selenophthens 
zu isolieren. Wie zu erwarten ist, kann man in der Tat noch zwei Seleno- 
phthene gewinnen. 


(6) H. Suginome und S. Umezawa, a. a. O., S. 164. 
(7) S. Umezawa, dies Bulletin, 11 (1936), 775. 
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Der iibrigbleibende, unangenehm riechende Teer (110 ¢.) wurde der 
fraktionierten Destillation unterworfen, wobei die folgenden schwachgelb 
gefarbten Fraktionen erhalten wurden: 








Tabelle 1. 
Sdp. (bei 14 mm.) Gewicht Se-Gehalt in % 
i gud 93-100° 30 g. 61.6 
| 2 | 100-113° 30 g. 63.2 


3 | 123-130° 9g. 42.2 





Hier schien die erste und zweite Fraktion hauptsachlich aus Selenoph- 
then und wenig Selenonaphthen und Naphthalin zu bestehen. Wie schon 
bekannt, bilden Selenonaphthen und Naphthalin gut krystallisierende 
Pikrate mit Pikrinsdure, wahrend das fliissige Selenophthen kein be- 
stindiges Pikrat ergibt, obgleich in alkoholischer Lésung eine Vertiefung 
der Lésungsfarbe stattfindet. Destilliert man die zweite Fraktion im 
Vakuum nach Beseitigung des Selenonaphthens und Naphthalins durch 
Piktratbildung, so ging fast das Ganze bei 90°-93° unter 14 mm. iiber. 

Dieses fast farblose, starklichtbrechende Ol ergibt die Indophenin- 
Reaktion in ausgezeichneter Weise und veradndert sich beim Schiitteln 
mit wasseriger Quecksilberacetatlésung in eine schwachgelbe amorphe 
Substanz, die wahrscheinlich ein Selenophthen-quecksilberacetat ist. 
Auch scheidet es sofort beim Schiitteln mit alkoholischer wéasseriger 
Sublimatlisung einen fiir ein Selenophthen-quecksilberchlorid gehaltenen 
krystallinischen Kérper heraus. Die Ergebnisse der Molekulargewichts- 
bestimmung und der Analyse dieses Ols lassen mit aller Deutlichkeit auch 
ein Selenophthen C,H,Se. erkennen. 

Dafiir sprechen neben dem chemischen Verhalten besonders auch 
die Ergebnisse der optischen Untersuchung. Fiir das Selenophthen be- 
rechnet sich aus den im experimentellen Teil beschriebenen Konstanten 
unter Anwendung der Lorenz-Lorentzschen Formel die Molekularrefrak- 
tion fiir Natriumlicht, MRp, zu 44.55. Fiir die Formel CsH,Se.f; des 
Selenophthens berechnet sich MR, zu 45.33. Bei dieser Berechnung ist 
die Differenz zwischen der aus den Konstanten von Morgan und Burstall‘®* 
- abgeleiteten MR, des Tetrahydroselenophens und dem Wert fiir C,H: 2 
als wahrscheinlichste Atomrefraktion des Selens gebraucht. Da es schon 
von v. Auwers,’ Briihl und anderen einwandfrei klar gestellt worden 
ist, dass sich bei den evga ewe Verbindungen Furan, Thiophen 
und Pyrrol eine Depression der Molekularrefraktion findet, konnte man 
die hier gefundene Depression der Molekularrefraktion (Ep =— 0.33) 
der besonderen Konstitution des Selenophthens zur Last legen. In diesem 
Selenophthen auch wiirde der Selenophenkern seine spektrochemische 


(8) G. T. Morgan und F. H. Burstall, J. Chem. Soc., 1929, 1098. 
(9) Zusammenstellung bei K. v. Auwers, Ann., 408 (1915), 257. 
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Eigenart in ausgesprochener Weise geltend machen, wie v. Auwers‘!® 
beim Cumaron und Thionaphthen klar gefunden hat. 

Weiterhin konnte man noch das andere Selenophthen krystallinisch 
erhalten, welches sich in seinen Eigenschaften dem zuerst krystallinisch 
gewonnenen Selenophthen bzw. dem Thiophthen als nahe stehend ergeben 
hat. Aus spiter beschriebenen Griinden schlage ich hier fiir dieses die 
Bezeichnung trans-Selenophthen vor. Die Isolierung des trans-Seleno- 
phthens aus dem Riickstand, welchen die Gewinnung von Selenophen und 
Selenophthen vom Schmelzp. 123—124.5° zuriickliess, gelingt wie folgt. 
Wenn man den schwach gefarbten Riickstand, der vorher mit Wasser- 
dampf destilliert wurde, der fraktionierten Vakuumdestillation unter- 
wirft, so geht, wie oben erwahnt, ein Hauptanteil zwischen ungefahr 
93°-100° unter 14mm. iiber (siehe Tabelle 1), der natiirlich eine 
grosse Menge von fliissigem Selenophthen enthalt, das bei etwas héSherer 
Temperatur iiberzudestillieren scheint. Die Fraktion wurde deshalb 
iiber Pikrat gereinigt, das der fraktionierten Krystallisation unterworfen 
wurde, wobei ein grosser Anteil konstant bei 155.5-156.5° (korr.) 
schmolz. Ich glaubte anfangs Selenonaphthen-pikrat® in Handen zu 
haben, der Mischschmelzpunkt mit diesem vom Schmelzp. 156-7° (korr.) 
zeigte aber eine auffallende Depression. Die Zerlegung des Pikrats mit 
Ammoniak ergab farblose Krystalle vom Schmelzpunkt 51-51.5°. 
Deren Analyse und Molekulargewichtsbestimmung stimmten gut fiir ein 
Selenophthen. Merkwiirdig ist es hier, dass das trans-Selenophthen einen 
dem Selenonaphthen, iiber dessen Gewinnung aus der dritten Fraktion 
spadter beschrieben wird, iiberraschend nahe liegenden Schmelzpunkt zeigt. 

Was Krystallformen des trans-Selenophthens und des bei 123-124.5° 
schmelzenden Selenophthens anbelangt, so wurde das erstere aus ab- 
solutem Alkohol in zwei Spitzen auslaufende Nadeln (Abb. 1), das letztere 
aus demselben Liésungsmitteln in Rauten (Abb. 2) erhalten. 





Abb. 1. trans-Selenophthen. Abb. 2. Iso-Selenophthen vom Schmp. 
Vergrésserung 50-fach. 123-124.5°. Vergrésserung 100-fach. 


(10) K. v. Auwers, a. a. O., S. 263. 
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Um solche strukturisomere Zusammenhinge der Selenophthene 
klarer zu stellen, wurden die letzteren jeder fiir sich im Schwefelkohlen- 
stoff erschépfend bromiert, wobei drei Tetrabromselenophthene abgeleitet 
wurden. Ihre Schmelzpunkte sind zusammen mit den Pikraten in Tabelle 
2 zusammengestellt. 





Tabelle 2. 
, ~ | Sehmp. der | Schmp. der Tetrabrom- _ 
Selenophthene Pikrate selenophthene 











X. 271-272° (korr.) 





| 

Selenophthen vom Schmp. 123-124.5° 163-165° | V. 246-247.5° (korr.) 
| ’ 
| 





a Selenophthen vom Sdp. 90-93°/14 mm. — 


trans-Selenophthen Schmp. 51-51.5° 154-155.5° 


XI. 252.5-253° (korr.) 


Wir") haben die Dipolmomentmessungen der Selenophthene aus- 
gefiihrt, die in diesem Falle das am leichtesten zugangliche Mittel darstel- 
len, um die Strukturbeziehungen der drei Isomere klar zu stellen. 

Das Ergebnis dieser Untersuchung ist, dass das trans-Selenophthen 
vom Schmelzpunkt 51-51.5°, wie im Falle des Thiophthens vom Schmelz- 
punkt 56°, das Challenger und Harrison“) gewonnen hat, das Moment 
p++ 0 hat. Daraus kann man fiir das trans-Selenophthen mit Sicherheit 
auf Formel II schliessen. Fiir das Selenophthen vom Schmelzpunkt 
123-124.5° und das fliissige Isomer werden die Momente «= 1.07 x 10-8 
e-s-E. (Benzol-Lésung) bzw. wu = 1.52 x 108 es.E. (Benzol-Liésung) ge- 
funden. Da sich auch ergeben hat, dass das Selenophen ein Moment von 
u = 0.78 X 10-8 e.s.E. (Benzol- und Hexan-Lisung) hat, kann man durch 
vektorielle Addition die Momente fiir Struktur I und II naherungsweise 
vorausberechnen—als Moment der Struktur I errechnet sich so u = 1.48 
x 10° e.s.E. und fiir das der Struktur III «=0.92 x 10"* es-E. Auf 
Grund der Grésse der Dipolmomente ergeben sich damit als wahr- 
scheinlichste Formeln fiir Selenophthen vom Schmelzp. 123-124.5° 
die Formel III und fiir das fliissige Isomer die Formel I d.h. die der cis- 
Form. Das erstere von der Formel III bezeichne ich als iso-Selenophthen. 

Was die Synthese des Selenonaphthens betrifft, so ist sie schon 
von Mazza und Solazzo”) durch Einwirkung von Acetylen auf Selen ver- 
sucht worden und der Schmelzpunkt des Selenonaphthens wird von 
ihnen zu 538—4° angegeben. Sie haben jedoch fiir die Konstitution ihres 
Selenonaphthens keinen Beweis geliefert und irgendwelche Derivate 
beschrieben. Danach haben Komppa und Nyman” im Jahre 1933 das 
Selenonaphthen -mit Sicherheit syntketisiert und es einer eingehenden 
Untersuchung unterworfen. Die Synthese von Komppa und Nyman 
besteht darin, dass man das 3-Oxy-selenonaphthen, das nach dem Ver- 
fahren von Lesser und Weiss” erhalten wurde, mit Natriumamalgam 
in alkoholischer Lisung reduziert. 


(11) B. Tamamushi, S. Umezawa und H. Akiyama, dies Bulletin 14 (1939), 318. 
(12) R. Lesser und R. Weiss, Ber. 45 (1912), 1835; 46 (1913), 2640. 
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Wenn man nun die Struktur des Selenonaphthens, im Falle dass es 
bei der Einwirkung von Acetylen auf Selen gewonnen wird, iiberlegt, 
so sind jedoch die folgenden zwei Formeln méglich. 


Es wurde schon von Komppa und Nyman’) bemerkt, dass die 
Identitét ihres Praiparats vom Schmelzpunkt 50-51° (korr.) mit der 
Substanz, die von Mazza und Solazzo) gewonnen wurde, zweifelhaft 
erscheinen muss. 

Wie ich schon beschrieb, zeigt der Selengehalt beim UWbergang von 
der zweiten zur dritten Fraktion der Vakuum-Destillation des rohen Ols 
wieder eine Abnahme (siehe Tabelle 1). Gelegentlich konnte ich aus 
dem bei 123-130° unter 14mm. iibergehenden Destillat ein Pikrat vom 
Schmelzpunkt 154.5-156° erhalten, aus dem das Selenonaphthen vom 
Schmelzpunkt 50-51° (korr.) durch Zerlegung mit Ammoniak gewonnen 
wurde. Zur Feststellung der betreffenden Struktur habe ich das Seleno- 
naphthen von der Formel IVa dargestellt. Die neue Selenonaphthensyn- 
these ist vollig von der von Komppa und Nyman’) verschieden und schlagt 
von o-Amino-zimtsiure ausgehend, den folgenden leicht verstandlichen 


Weg ein. 


CH CH, 
/~_-CH=CH—COOH (”  \CH-—COOH /\/ ~~ SCH-—COOH 


> —-> 


yn \/N\N=NCI \/Ngecn 
xl 
CH CH CH 
“\/~"\cH-cooH (\” ‘“cH-cOO#H “7 \ 
innnily | aay ——> | | CH 
se \/\se0H \/\ se” 


XIII IVa 





Nach Diazotierung der o-Amino-zimtsdéure wurde in iiblicher Weise 
die iiberschiissige Mineralsdure mit Natriumacetat neutralisiert und die 
Diazoverbindung mit Selencyankalium umgesetzt. Charakteristisch fiir 
die bisher noch nicht beschriebene o-Selencyan-zimtsdure (XII) ist die 
Leichtigkeit, mit der sie sich schon in der Kalte durch Alkalien zu der 
entsprechenden o-Selenolzimtsaéure (XIII). aufspalten lasst, die in alkali- 
scher Lésung anders wie die Selensalicylsdure keine Neigung zeigt, sich 
zu den Diseleniden zu oxydieren. Da im allgemeinen*) die Selenophenole 
durch Oxydation an der Luft sich leicht zu polymerisieren scheinen, 





(13) Z.B.: H. Bauer, Ber., 46 (1913), 93; S. Keimatsu u. I. Satoda, J. Pharm. 
Soc. Japan, 55 (1935), 19. : 
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kénnte man die Bestandigkeit der o-Selenolzimtsaure von der Affinitats- 
wirkung des Orthosubstituenten auf die Reaktionsfahigkeit der benach- 
barten Selenol-gruppe herleiten. Die alkalische Lésung der o-Selenol- 
zimtsaure triibt sich schon in der Kalte durch Einwirkung von rotem 
Blutlaugensalz und die Bildung von Selenonaphthen (IVa) ist schon bei 
der Anwendung von ausserordentlich geringen Mengen durch den charak- 
teristischen Geruch zu erkennen. Das hier erhaltene bei 50-51° (korr.) 
schmelzende Selenonaphthen zeigte keine Depression beim Mischen mit 
dem Praparat, das durch Einwirkung von Acetylen auf Selen erhalten 
wurde. 

Hier ist folglich mit Sicherheit festgestellt, dass unter den Produkten 
der thermischen Reaktion zwischen Acetylen und Selen ausser dem Seleno- 
phen und strukturisomeren Selenophthenen sich noch das Selenonaphthen 
vom Formel IVa bildet. 


Zum Schluss méchte ich Herrn Prof. Dr. H. Suginome fiir die 
Uberlassung dieser Arbeit, sowie fiir Anregungen und Ratschlige meinen 
verbindlichsten Dank aussprechen. Gleichzeitig bin ich der Kaiserlichen 
Akademie fiir die Gewahrung eines Stipendiums zu Dank verpflichtet. 


Beschreibung der Versuche. 





Iso-Selenophthen (III) und seine Derivate. Isolierung des iso-Selenophthens 
(III). Der unangenehm riechende Teer, der durch Einwirkung von Acetylen auf 
Selen in einem elektrischen Ofen erhalten wird, ist dunkel rotbraun leichtfliissig und 
enthalt wenig freien Kohlenstoff. 317g. Teer wurden unter gewdhnlichem 
Druck destilliert, wobei am Anfang das Selenophen bei ungefahr 110° schwach 
gefarbt iiberging. Sobald das Selenophen grdésstenteils iiberdestilliert ist, stieg 
die Temperatur schnell an. Die Destillation unter gewéhnlichem Druck wurde 
dann eingestellt, weil das iibergegangene 01 sich dunkel braun zu farben anfing. Der 
hier erhaltene élige Riickstand betrug ungefihr 150 g. Liess man ihn eine Woche bis 
einen Monat lang in der Dunkelkammer stehen, so schieden sich viele dunkel gefarbte 
grosse Nadeln aus, die von dem éligen Anteil abgetrennt und auf Ton sorgfaltig get- 
rocknet wurden. Das noch nicht umkrystallisierte Praparat schmolz bei 115-120°. 
Ausbeute, 21 ¢., d.h. 6.7% des Ausgangsteers. Sie wurde aus Alkohol unter Zusatz 
von Tierkohle mehrmal umkrystallisiert. Aus Alkohol kommen kleine rautenférmige 
Krystalle (Abb. 2.), Schmp. 123-124.5°. Gefunden: C, 30.81, 31.09; H. 1.96 2.11; Se, 
67.19 Berechnet fiir C.H.Se:: C, 30.77; H, 1.72; Se, 67.52%. 0.263 mg. Subst. in 2.377 
mg. Campher: J = 18.5°. Gef. M, 239. Ber. M, 234. 

Das Selenophthen ist leicht léslich in Schwefelkohlenstoff, etwas schwerer in 
heissem Alkohol, schwer in Aether und kaltem Alkohol. Beim Zusammenbringen mit 
Isatin und konzentrierter Schwefelséure fand Violettfarbung in schéner Weise statt. 
Das Selenophthen hat einen charakteristischen Geruch, der einigermassen am 
Naphthalin erinnert. 

Pikrat. 0.52 g. des oben beschriebenen festen Selenophthens wurden in wenig 
Benzol gelést und in die kalte Lésung wurde kalt gesiattigte Benzol-Lésung von 
Pikrinséure (0.51 g.) eingetropft. Nach eigiger Zeit krystallisierte das Pikrat in 
schénen, langen, gelben Nadeln aus. Es aaa aus heissem Benzol und dann aus einer 
geringen Menge von heissem Methylalkohol umkrystallisiert. Gelbe Nadelbiischel. 
Schmp 163-5°. Gefunden: N, 9.27. Berechnet fiir CoH,See.CsH:O;N;: 9.07%. Das 
Pikrat des festen Selenophthens ist sehr leicht léslich in Alkohol und wird durch 
ziemlich konzentriertes Ammoniak leicht zerlegt. 

Iso-Tetrabromselenophthen (V). 1.5 g. Selenophthen wurden in wenig Schwefel- 
kohlenstoff gelést und in die Lésung wurde eine 30%%-ige Lésung von 8 c.c. Brom unter 
Umschiitteln im Eiswasser aus dem Tropftrichter nach und nach eingetropft. Am 
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Anfang schieden gelbe Krystalle, vermutlich") ein Bromadditionsprodukt, ohne Brom- 
wasserstoffentwicklung aus. Wenn ungefihr ein Drittel der Bromlésung versetzt war, 
verschwand das gelbe Bromadditionsprodukt und es entwickelte sich heftig Bromwasser- 
stoff. Die Lésung wurde unter Feuchtigkeitsausschluss bei Zimmertemperatur zur 
vollstindigen Einwirkung des Broms einige Tage stehen gelassen, wobei sich schwer 
lésliche siulenférmige Krystalle nach und nach ausschieden. Das ganze Reaktionsge- 
misch wurde dann mit verdiinnter Kalilauge geniigend gewaschen. Die ausgeschiedenen 
Saulen wurden abgesaugt und das Filtrat wurde getrocknet und dann verdunstet, wobei 
eine kleine Menge des gebromten Selenophthens gewonnen wurde. Die gesammte 
Ausbeute war 3.1 g. Sie wurde aus ungefihr 200 c¢.c. Benzol umkrystallisiert. Farblose 
Nadeln. Schmp. 247.5° (korr.) ohne Zersetzung. Gefunden: C, 13.28; H, 0.20; Br, 
58.62. Berechnet fiir C.Br.iSe.: C, 13.10; H, 0.00; Br, 58.15%. Die Analyse zeigt, dass 
alle vier Wasserstoffatome des Selenophthens durch Brom ersetzt sind. Das Tetra- 
bromselenophthen wird durch alkoholisches Kali nicht verandert; in Alkohol, Schwefel- 
kohlenstoff und kaltem Benzol ist es schwerldslich. 


Iso-Mononitroselenophthen (V1). 1g. Selenophthen wurde in ungefahr 10 c.c. 
Essigsaéureanhydrid suspendiert und in das Gemisch wurde eine Lésung von 0.5 c.c. 
rauchender Salpeterséure in 8c.c. Essigsiureanhydrid unter Umschiitteln bei ungefahr 
—18° nach und nach eingetropft, wobei das suspendierte Selenophthen allm&hlich in 
Lésung ging. Nachdem das ganze Nitriergemisch eingetragen war, wurde die ganze 
dunkelbraun gefirbte Liésung in Eiswasser gegossen und zwecks Lésung des E'ssig- 
sdureanhydrids in der Dunkelkammer einige Zeit stehen gelassen. Das ganze Reak- 
tionsgemisch wurde dann der Wasserdampfdestillation unterworfen, wobei zuerst gréss- 
tenteils Essigsiure iiberdestilliert wurde und dann die Nitroverbindung sich in Form 
einer gelben Krystallmasse im Kiihler ausschied, die sofort abgesaugt wurde. Das Filtrat 
wurde mit verdiinntem Natriumcarbonat neutralisiert, ausgeathert und dann wurde das 
Lésungsmittel eingedampft, aus dem noch etwas Nitroverbindung gewonnen wurde. Die 
gesammte Ausbeute betrug 0.3¢. Umkrystallisiert zweimal aus Alkohol; hell gelbe 
Saulen. Schmp. 108-9.5°. refunden C, 25.60; H, 0.89; N, 4.95. Berechnet fiir 
C.H:,O:NSe:: UC, 25.81; H, 1.08; N, 5.02%. Die Analyse zeigt, dass die erhaltene 
Nitroverbindung ein Mononitroselenophthen ist. Das Mononitroselenophthen ist weit 
bestandiger als a-Nitroselenophen™) und kann im gefarbten Exsiccator aufbewahrt 
werden. 


Bariumsalz der iso-Selenophthen-disulfonsdiure (VII). C.H.Se.(SO:;).Ba-3H.0. 
Ungefahr 250 c¢.c. Essigsiureanhydrid wurden mit 3g. Selenophthen bei Zimmertem- 
peratur gesattigt und in die Lésung wurde ein abgekiihltes Gemisch von 1.7 c.c. 
konzentrierter Schwefelsiure und 10c.c. Essigsiureanhydrid unter Umschiitteln bei 
Zimmertemperatur nach und nach eingetragen. Nachdem die ganze Schwefelsaure- 
lésung eingetragen war, wurde die braun gefarbte Reaktionslésung weiter bis auf 70° 
erwirmt. Die abgekiihlte Reaktionslésung wurde sofort in Eiswasser gegossen und 
einige Zeit stehen gelassen. Zwecks Beseitigung der Essigsaure wurde die wasserige 
Lésung der Wasserdampfdestillation unterworfen, was ungefahr sieben Stunden in 
Anspruch nahm. Die riickstindige rohe Selenophthensulfonsdurelésung wurde mit 
Bariumkarbonat gesattigt, von iiberschiissigem Bariumkarbonat abfiltriert, mit 
Tierkohle entfarbt und bis auf ein kleines Volumen im Vakuum eingeengt. Zur far- 
blosen Lésung wurde dann das fiinffache Volumen Alkohol zugesetzt, wobei sich das 
Bariumsalz der Selenophthendisulfonséure, das in wasserigem Alkohol schwer léslich 
ist, niederschlug. Das Salz wurde abgesaugt, in Wasser aufgelést und wieder mit Al- 
kohol umgefallt. Abgesaugt, gewaschen mit Alkohol und Ather und getrocknet im Va- 
kuum iiber Chlorkalzium und Paraffin. Ausbeute 2.8 g. Gefunden: H:O, 0.91. Berechnet 
fiir C.HSe.(SO;).-Ba-3H:0: H.O, 0.92%. Gefunden: Ba, 25.18. Berechnet fiir 
C.H:Se.(SOs;)2.Ba-3H.0: Ba, 25.88%. 


Kaliumsalz der iso-Selenophthen-disulfonsdure (VIII). C.H»Se.(SO:K).. 14 HO. 
Die wasserige Lésung des selenophthen-disulfonsauren Bariums wurde mit einer 
aquivalenten Menge Kaliumcarbonatlisung versetzt und vom Bariumcarbonat abfiltriert, 
Das Filtrat wurde bis auf ein kleines Volumen im Vakuum eingeengt und mit Alkohol 
umgefallt. Abgesaugt, gewaschen mit Alkohol, getrocknet iiber Chlorkalzium im 
Vakuum und analysiert. Gefunden: H.O, 4.66. Berechnet fiir C;:H:Se.(SO;K)>+. 14H.O: 
H.O, 4.20. Gefunden: K, 16.52. Berechnet fiir CsH:Se.(SO:K).: K, 16.63%. 
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Iso-Selenophthen-disulfochlorid (IX). 0.7 g. gepulvertes und wohlgetrocknetes 
Kaliumsalz der Selenophthen-disulfonsaure wurden mit 1g. Phosphorpentachlorid 
verrieben und ungefahr bei 90-100° zehn Minuten lang erhitzt. Das schwach braunge- 
farbte Reaktionsgemisch wurde mit Ather und dann Wasser geniigend gewaschen. Aus- 
beute 0.5 g. Umkrystallisiert zweimal aus Benzol unter Zusatz von Tierkohle. Farblose 
rautenférmige Krystallchen. Zersetzt sich bei 234-6° unter Aufschaumen. Gefunden: 
Cl, 16.40. Berechnet fiir C.H»Se:.(SO:Cl)-2: Cl, 16.45%. Das Selenophthen-disulfochlorid 
ist schwer léslich in Ather und ziemlich léslich in heissem Benzol. 


cis-Selenophthen (I) und sein Derivat, Isolierung des cis-Selenophthens (1). 
Die ganze Fraktion (16.5 g.) die, wie oben erwahnt, bei 100-113° unter 14 mm. siedete, 
wurde im wenig Methanol suspendiert und mit kalt gesattigter alkoholischer Pikrin- 
sdurelésung im Uberschuss versetzt. Nach einiger Zeit wurde das ausgeschiedene 
Pikrat abfiltriert. Beim Verdunsten des Alkohols im Vakuum blieb ein Gemisch von 
Pikrat, Pikrinsdure und einer ziemlichen Menge des dunkelbraunen G6ligen Anteils 
zuriick. Dieser 6élige Anteil wurde von krystallinischen Kérpern abgetrennt, mit 
verdiinntem Ammoniak behandelt, um das so entstandene, labile Pikrat sicher zu 
zerlegen, und dann ausgeathert. Getrocknet iiber Glaubersalz. Nach Eindampfen des 
Athers wurde das zuriickbleibende 61 mit Wasserdampf destilliert, wobei eine klare 
schwachgelbe Fliissigkeit iiberging, die ausgeithert und getrocknet wurde. Nach Ein- 
dampfen des Lésungsmittels wurde das gewonnene Ol der Vakuum-Destillation unter- 
worfen. Die Hauptfraktion wurde nochmals im Vakuum destilliert, wobei fast die ganze 
Flissigkeit zwischen 90-93° bei 14 mn, iiberging. Ausbeute 4.5 g. Die Ergebnisse der 
Molekurargewichtsbestimmung und der Analyse dieses Ols lassen ein Selenophthen er- 
kennen. Gefunden: C, 30.91; 2.12; Se, 66.90. Berechnet fiir CoHi:Sez: C, 30.77; H, 1.72 
Se, 67.52%. 0.257 mg. Subst. in 3.477 mg. Campher: J = 13-13.5°. Gef. M, 222-297. Ber. 
M, 234. Das fliissige Selenophthen ist ein fast farbloses starklichtbrechendes 61 und 
farbt sich schénviolett beim Zusammenbringen mit Isatin und konzentrierter Schwefel- 
saure. Beim Schiitteln mit wiasseriger Quecksilberacetatlésung entsteht eine schwach- 
gelbe amorphe Substanz, die fiir ein Selenophthen-quecksilberacetat gehalten wird. 
Auch scheidet es sofort beim Schiitteln mit alkoholischer wasseriger Sublimatlisung 
einen krystallinischen Kérper aus, ‘der wahrscheinlich ein Selenophthenquecksilber- 
chlorid ist. Neben dem chemischen Verhalten lasst auch die optische Untersuchung ein 
Selenophthen erkennen. Dieses fliissige Selenophthen zeigt folgende Konstanten: 
ad = 1.9354; ne = 1.6586. Fiir das fliissige Selenophthen berechnet sich aus den oben 
angegebenen Konstanten unter Anwendung der Lorenz-Lorentzschen Formel die Mole- 
kularrefraktion fiir Natriumlicht, MR, zu 44.55. Fiir die Formel C.oH.Se.f: des 
Selenophthens berechnet sich MRp zu 45.33. Bei dieser Berechnung ist die Differenz 
(= 10.61) zwischen dem aus Konstanten des Tetrahydroselenophens (nj 1% : 1.5510; 
dis ; 1.4816) abgeleiteten MRp des Tetrahydroselenophens(*) und dem Wert fiir C,Hsf2 
aks eine wahrscheinlichste Atomrefraktion des Selens gebraucht. 

cis-Tetrabromselenophthen (X). 1g. fliissiges Selenophthen wurde in wenig 
Schwefelkohlenstoff mit iiberschiissigem Brom unter Umschiitteln in Eiswasser nach 
und nach versetzt, wobei sich sehr heftig Bromwasserstoff entwickelt. Liasst man das 
Reaktionsgemisch einige Tage stehen, so scheidet es krystallinische Kérper aus. Auf- 
gearbeitet wie bei der Tetrabromverbindung aus festem Selenophthen. Umkrystallisiert 
aus viel Benzol unter Zusatz von Tierkohle. Etwas gelb gefarbte kurze Nadeln. Aus- 
beute 0.6 g. Schmp. 271-272° (korr.) ohne Zersetzung. Die Analyse zeigte, dass alle vier 
Wasserstoffatome des Selenophthens durch Brom ersetzt sind. Gefunden: C, 13.75; 
H, 0.19; Br. 58.40. Berechnet fiir C.Br.Se.: C, 13.10; H, 0.00; Br. 58.15%. In Alkohol, 
Schwefelkohlenstoff und kaltem Benzol ist es schwer léslich, aber die Mischschmelz- 
punkte mit den anderen beiden Isomeren zgigten auffallende Depression. 


trans-Selenophthen (II) und seine Derivate. Isolierung des trans-Selenophthen- 
pikrats. Braunschwarzes Ol, das von Selenophen und dann auskrystallisiertem 
Selenophthen abgetrennt wurde, wurde der Vakuumdestillation unterworfen, wobei 
eine Hauptfraktion ca.30g. bei 93-100° unter 14mm. iiberging, die einmal mit 
Wasserdampf destilliert, iiber Chlorcalzium getrocknet und mit einer kalt gesattigten 
alkoholischen Pikrinsaurelésung im Uberschuss versetzt wurde, wodurch ein grosser 
Anteil zu einer eigelben Masse ca. 17 g. erstarrte. Durch fraktionierte Krystallisation 
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aus Alkohol wurde ein grosser Anteil, der konstant bei 154-155.5° schmolz, erhalten. 
Analyse: Gefunden: N, 9.47. Berechnet fiir CoH,Se2.CsH;:O;N:: N, 9.07% 

trans-Selenophthen (11). Das Pikrat wurde mit ziemlich konzentriertem Ammo- 
niak gut verrieben, eine Zeitlang stehen gelassen, und schliesslich bis 50° erwarmt. 
Ausgeithert, und iiber Chlorealzium getrocknet. Beim Eindampfen des Lésungsmittels 
wurde eine fast farblose krystallinische Substanz erhalten, noch einmal mit Wasser- 
dampf destilliert, wobei schon trans-Selenophthen fast ganz rein erhalten wurde. 
Umkrystallisiert aus Alkohol. Schmp. 51—51.5°. Gefunden: C, 30.68; H, 1.83. Bere- 
chnet fiir C.H.Se:: C, 30.77; H, 1.72%. 0.237mg. Subst. in 2.968.mg. Campher: 
4 = 13-13.5°. Gef. M, 237-245. Ber. M, 234. Beim Zusammenbringen mit Isatin und 
Schwefelsdure fand Braun-Farbung und bald darauf schéne Violettfarbung statt. Das 
trans-Selenophthen scheint im allgemeinen in organischen Lésungsmitteln leichter 
léslich als das Isomer vom Schmelzp. 123-124.5° zu sein. Auch hat das trans-Selenoph- 
then einen nicht unangenehmen Geruch, der einigermassen am Naphthalin erinnert. 

trans-Tetrabromselenophthen (XI). 1g.trans-Selenophthen wurde auf dieselbe 
Weise wie beim fliissigen Isomer bromiert und aufgearbeitet. Farblose lange Nadelin 
aus viel Schwefelkohlenstoff. Ausbeute 0.6 g. Schmp. 252.5-253° (korr.) ohne Zerset- 
zung. Die Analyse zeigte, dass alle vier Wasserstoffatome des Selenophthens durch 
Brom ersetzt sind. Gefunden: C, 13.05; H, 0.00; Br, 58.39. Berechnet fiir CcBr.Se*: C, 
13.10; H. 0.00; Br. 58.18%. In Alkolol, Schwefelkohlenstoff und Benzol ist es auch 
schwer léslich. Die Mischschmelzpunkte mit den anderen beiden Isomeren zeigten 
auffallende Erniedrigung. 


Selenonaphthen. IJsolierung des Selenonaphthens und seines Pikrats. Der dlige 
Anteil, der von auskrystallisiertem, festem Selenophthen abgetrennt wurde, wurde in 
diesem Zustande der Vakuumdestilation unterworfen, wobei eine Hauptfraktion zwi- 
schen ungefahr 123-130° bei 14mm. iiberging. Diese Fraktion gab mit Isatin und 
konzentrierter Schwefelsdiure die Indophenin-Reaktion in ausgezeichneter Weise und 
der Nachweis des Selens(") in dieser Fraktion war stark positiv. Diese Fraktion wurde 
nochmals in Vakuum destilliert, aber sie ging bei fast der gleichen Temperatur iiber. 
Sie wurde dann der Wasserdampfdestillation und nach Aufarbeiten wieder der Vakuum- 
destillation unterworfen, wobei der Hauptanteil bei fast der gleichen Temperatur 
iiberging. Diese Fraktion enthielt eine grosse Menge des Selens, die nach quantitativer 
Selenbestimmung ungefahr 40 Prozent betrug. Alle Wahrscheinlichkeit spricht dafiir, 
dass ein Gemisch von Selenophthen, Selenonaphthen und wenig Naphthalin vorlag. In 
der Tat wurde das Pikrat des Selenonaphthens rein isoliert: Das 61 wurde im 
Methylalkohol suspendiert und mit einer kalt gesattigten alkoholischen Pikrinsaure- 
lésung versetzt, wodurch alles zu einer aus feinen Nadelchen bestehenden gelben Masse 
erstarrte. Nach mehrmaligem Umkrystallisieren aus Methylalkohol schmolz das Pikrat 
konstant bei 156-157° (korr.). Gefunden: N, 10.25; 10.41; Se, 18.95. Berechnet fiir 
C.H.Se.CcH:(No.):OH: N, 10.25; Se, 19.32%. Das Pikrat ist sehr leicht léslich in 
Alkohol. Der Rest des Pilkrats wurde mit ziemlich konzentriertem Ammoniak zerlegt, 
dann ausgeathert und iiber Glaubersalz getrocknet. Beim Eindampfen des Lésungs- 
mittels wurde eine fast farblose krystallinische Substanz erhalten, die aus Alkohol 
mehrmals umkrystallisiert wurde. Sie stellt sich als ein sich fettig anfiihlender Kérper 
dar. Schmp. 5(-51° (korr.) Gefunden: Se, 42.85. Berechnet fiir CsH.Se: Se, 43.62%. 
Das Selenonaphthen ist léslich in heissem Alkohol, leicht léslich in Benzol und Eis- 
essig. Dieses Selenonaphthen ergibt Indophenin-Reaktion mit Isatin und konzen- 
trierter Schwefelsaure. 


Synthese des Selenonaphthens aus o-Nitro-zimtsaure. o0-Selencyan-zimtsdure, (XII) 
10g. o-Amino-zimtsaure, die in bekannter Weise durch Reduktion von synthetischer 0- 
Nitrozimtséiure (aus o-Nitro-benzaldehyd) erhalten wurden, wurden unter Zusatz von 
Wasser und 13 ¢.c. konzentrierter Salzsdure warm gelést und beim Erkalten das zum 
Teil auskrystallisierende Hydrochlorid durch Zusatz einer Lésung von 3.7 g. Natrium- 
nitrit in die lésliche und ziemlich bestandige Diazoniumverbindung iibergefiihrt. Sofort 
wurde die iiberschiissige Mineralsiure durch Zusatz von soviel Natriumacetat 
neutralisiert, dass die Reaktion auf Kongopapier ausbleibt. Dann wurden 7.8 ¢. 


(14) M. J. Horn, Ind. Eng. Chem., Anal. Ed., 6 (1934), 34. 
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Selencyankalium in Wasser gelést, portionsweise zugegeben. Unter kraftiger Stick- 
stoffentwicklung scheidet sich das gelbe Reaktionsprodukt sofort aus. Nach 
mehrstiindigem Stehen wurde es ausgeithert. Der nachher mit Glaubersalz getrock- 
nete Auszug hinterliess nach dem Eindampfen von Ather eine gelb gefarbte, in 
Wasser schwer lésliche Substanz, die aus viel Benzol unter Zusatz von etwas Tierkohle 
umkrystalliert werden konnte. Die Ausbeute betrug etwa 1.5 ¢. Sie stellte in 
reinem Zustand fast farblose Biischelchen kurzer Nadeln dar, die bei 171-3° unter 
Braunen und Aufschiumen schmolzen. Deren Analyse stimmte wohl auf Selencyan- 
zimtsaure. Gefunden: N, 5.45. Berechnet fiir CwH:O:SeN: N, 5.56%. Die o-Selen- 
cyan-zimtsaure ist leicht léslich in Alkohol, ziemlich léslich in Ather, schwer in Ligroin. 

Selenonaphthen (IVa). 2g. o-Selencyan-zimtséure wurden mit Alkohol benetzt 
und eine Lésung von 2g. Kaliumhydroxyd hinzugefiigt. Das Reaktionsgemisch wurde 
dann unter Riickfluss etwa zwanzig Minuten gekocht, wobei es eine etwas braun ge- 
farbte klare Lésung bildete. Sobald die Lésung der so entstandenen o-Selenohydroxy- 
zimtsdure mit 2.5g. Ferricyankalium, in Wasser gelést, nach Erkalten versetzt 
wurde, triibte sie sich in der Kalte fast momentan und die Bildung von Selenonaphthen 
war schon bei sehr kleinen Mengen durch einen charakteristischen Geruch zu erkennen. 
Seine Isolierung gelang leicht durch Destillation mit Wasserdampf, wobei das Sele- 
nonaphthen in sehr reinem Zustande als schon im Kiihler erstarrendes 01 iiberging. 
Die Ausbeute betrug 0.36 g. Zur Analyse wurde es aus wiassrigem Alkohol umkry- 
stallisiert. Das Selenonaphthen schmolz bei 50—-51° (korr.). Gefunden: C, 52.78; 
H, 3.45. Berechnet fiir C;sH«Se: C, 53.04; H, 3.32%. In jeder Hinsicht stimmte unser 
Praparat mit der Beschreibung von Komppa und Nyman) iiberein. 

Beim Zusammenbringen mit Isatin und konzentrierter Schwefelsiure fand Braun- 
farbung in schéner Weise statt. Die Identitat mit der Substanz, die durch Einwirkung 
von Acetylen auf Selen erhalten wurde, wurde durch Mischprobe und die charakter- 
istische Pikrinsdureverbindung festgestellt. 


Chemisches Institut der Kaiserlichen 
Hokkaido-Universitat, Sapporo. 
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I. Introduction. 


It will be necessary to begin with a brief explanation of the term 


“lake metabolism”, which the writer believes he first introduced. 


After A. Thienemann, the writer regards a lake as a “Lebenseinheit.” 
The word “Lebenseinheit”, which is used here in its physiological sense, 
was primarily understood to represent an individual living thing, animal 
or plant. After R. Hesse,“ every animal or plant individual is a 
“‘Lebenseinheit”, because it is “ein abgeschlossener, unabhangig fiir sich 
bestehender Organismus, bei dem alle Einzelteile derart zusammenwirken, 
dass der Fortbestand des Ganzen dadurch gesichert ist; mit anderen 


Worten, es ist selbsterhaltungsfahig.” 


What has just been said here concerning an individual organism is 
also true of what is called biocoenosis, defined as follows by the creator 
of the idea, Karl Mébius:® “Die Biocénose ist eine Gesellschaft von 
lebenden Wesen, eine den durchschnittlichen 4usseren Lebensverhiltnissen 
entsprechende Auswahl und Anzahl von Arten und Individuen, welche 
sich gegenseitig bedingen und durch Fortpflanzung in einem abgemesse- 


nen Gebiete dauernd erhalten.” 


(1) Hesse, ‘‘Der Tierkérper als selbstandiger Organismus’’ 33, (1910). 
(2) Mobius, Sitzungsber. d. Ges. naturforsch. Freunde, Berlin, (1901), 267. 


(2) 
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When Hesse’s word “Organismus” is substituted by “biocoenosis” 
and “Einzelteile’ by “animals and plants”, the “Lebenseinheit’” idea is 
rightly applicable to the case of biocoenosis. Biocoenosis, then, is a 
“physiologische Lebenseinheit der zweiten Ordnung.” 

Now, in a lake, there may be distinguished three regions, pelagic, 
littoral, and abyssal, which are inhabited respectively by a characteristic 
biocoenosis. Thus plankton and necton inhabit the pelagic region, rooted 
vegetation and other plants, and the animals depending on them, the 
littoral region, and the larvae of Chironomus and Corethra, shellfishes, and 
Tubificidae worms the abyssal or third region. 

Each of these biocoenoses depends on its milieu, that is, the biotope. 
On the other hand, all these biocoenoses and biotopes of a lake interact 
and give rise to a cyclic process on a larger scale between the dissolved 
and the floating or deposited substances, whereby the dynamical equili- 
brium of these biocoenoses and the permanency of the lake, as a whole, 
are maintained. 

Fig. 1 gives a general scheme of the cyclic process and the correlations 
between biocoenoses and biotopes, which can be explained briefly by the 
following three points (1) 
supply of material, (2) 
changes in the substance in 
the lake water, and (3) the 
circulation of matter in the 
lake. 

(1) The materials neces- 
sary for the maintenance of ~ 
the lake water come from 
three different sources, name- 
ly, influent waters, the at- 
mosphere, and the decom- 
position products that have 
been formed in the lake 
water. 

(2) The nutrient ma- 
terials thus supplied are then 
assimilated by phytoplankton 
and transformed into their 
body substances. .Part of the 
phytoplankton that are sus- 
pended in the water are 
eaten by zooplankton, while pig 1. A general scheme of the cyclic process 
the remainder, after death, and the correlation between biocoenoses 
together with dead zooplank- ¢ and biotopes in a lake. 
ton, sink to the bottom and 
form the lake deposits, which, filling the lake bottom, gradually make 
it shallower. 

However, not all sediments are destined to remain buried. Not a 
small part of the deposited substance is given a chance of being returned 
to the overlying free water. 

As a matter of fact, the deposited dead plankton are food for the 
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benthoic animals which, in their turn, are relished by fish. Another 
part of the deposit undergoes bacterial action and decomposes into 
simpler products. 


(3) The decomposition products which are fairly soluble, tend to. 


dissolve into the bottom water, where they accumulate in abundance. 

These accumulated products are then carried back into the upper 
water layers by the water current which is caused either by wind or 
by the lowering of temperature in the night, especially in that season 
between autumn and winter, thus completing the cycle, to be repeated 
again and again. 

This is the general view (the details being unknown) of the circula- 
tion of matter in a lake, by means of which biocoenotic and biotopic 
equilibrium, that is, the permanency of the lake, is actualized. 

Thus G. Werestchagin“) was led to the idea of “limnologische Einheit”’, 
as he says: “Der See ist die Einheit der einzig und reel in der Natur 
vorhandenen Summe von Lebensraum (Biotop) plus Lebensgemeinschaft 
(Biocénose), eine ‘limnologische Einheit’.” 

Thus the idea of Werestchagin was accepted by Thienemann™ with 
certain modifications, as follows: 

“Das ist richtig, nur sollte man das Wort “Summe” iiberhaupt lieber 
vermeiden, denn es handelt sich ja gerade darum, dass der See nicht 
die Summe, sondern die Einheit von Biotop und Biocénose darstellt. 
Ja wir glauben, dass hier wohl vielleicht sogar der Drieschsche Begriffe 
der Ganzheit eine Rolle spielt, noch wissen wir es allerdings nicht.” 

Thus with lakes, we have come to the idea of “Lebenseinheit der 
dritten Ordnung.” 

When, therefore, we regard a lake as a “Lebenseinheit” and investi- 
gate from such a point of view the changes that occur in the various 
substances forming a lake, the system of knowledge thus brought together 
is called “lake metabolism.” 

This is the reason why the term “lake metabolism” is introduced into 
the present study, in which the writer primarily aims to interpret the 
significance of individual lake factors, their variability, and their relations 
to one another for the existence of a lake as a “Lebenseinheit,” and thus 
to infer the extent to which the idea “‘Lebenseinheit” holds for the case 
of a lake. 

Because of lack of available data regarding these lake factors, it 
was necessary for the writer to begin with the observation of these 
factors, so that the greater part of the work so far done had to do with 
the accomplishment of this purpose. 

This and other circumstances retarded the writer in the solution of 
a number of problems, notwithstanding which the writer is glad to be 
able to report that it was possible to reach a number of results, whereby 
certain questions were clearly solved, some new questions raised, and 
new relations discovered, the solutions and interpretations of which 
- latter, it is hoped, will be forthcoming with the aid of further studies. 








(3) Werestchagin, Verhandl. d. Internat. Vereinigung f. theoret. u. angew. Limno- 
logie, Stuttgart, 1 (1923), 225. 
(4) Thienemann, Naturwissenschaften, 13 (1925), 595. 


(4) 
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II. General Descriptions of the Lakes Studied. 
Takasuka-numa. 


Takasuka-numa, where the greater part of the writer’s investigations 
were carried out, and which belongs to that peculiar body of water called 
“Oppori”, meaning a swamp formed by flood from a broken river bank, 
lies about 2.5 km, ots kn ke f Satte-mati Saitama Prefecture, having an 

vy “$2 area of about. 0.05 0.021 km,2 And a maximum depth of about 6m. The water 
is humus brown, ‘and 9 so turbid that Secchi’s disc was often invisible at 
0.8m. The lake is protected from north-easterly winds by a bank 7 m. 
high, running close to the northern shore, and by the village with its 
old trees, which occupies a part of the eastern beach, while the remaining 
greater part of the beach stretches directly into extensive corn- and rice- 
fields. 

It is said that the bed of Sima-kawa, a branch of the River Gongendo 
which formerly was the main stream of the River Tone, was filled with 
volcanic ashes that were ejected dur- 
ing the severest recorded eruption of 
Mt. Asama, in 1783, and carried down 
by the river water, until the river 
shallowed and caused repeated floods 
up to the beginning of the Meizi era 
when the work of river improvement 
was completed. 

The lake is said to owe its origin 
to the flood of 1786. The earth and 
sand then loosened seem to have been 
carried for a considerable distance, 
their remnants being found to-day as 
the low sandy hills called “Botti”, dis- 
tributed here and there in the south- 
western field, each covering from 3000 
m.” to 4000 m.* 














Table 1. 
Altitude (m.) | 10 
Area (m*.) | £21500 
Maximum depth (m.) 6.0 Hyd riss 
Mean depth (m.) | 3.0 
| Vol 3, 65000 Fig. 2. Bathymetrical map of 
coed nm) = '€  Takasuka-numa constructed with the 





ere oe et : data from the latest surveying and 
The morphometrical data of the %Unding in 1939. 


lake basin are given in Table 1. e --- Points sounded. 

The basin is steeper in the east and noe pen saga online 4 
north than elsewhere, and the littoral @ «-: Fo welten"e tat for haere 
is narrow along these sides, while in tion. 


(5) 
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the south and west it covers a wider sandy area, with rooted vegetation. 
The muddy abyssal region is evidently separated from the littoral, with 
its center near the head, where it occupies about a quarter of the total 
area of the lake basin. 


The Nisina Lake Group in Nagano Prefecture. Kizaki-ko“, 
Nakatuna-ko, and Aoki-ko. 


These three lakes are links in a chain in a valley that runs along the 
northern foot of the North Japan Alps. Their important morphometrical 
data are given in Table 2. 





Table 2. 
Aoki-ko Kizaki-ko Nakatuna-ko 
Area (km°.) 1.863 1.413 0.141 
Depth (m.) 62.0 29 5 12.0 
Altitude (m.) 822 764 815 


Aoki-ko, the deepest of them, has a transparency of 10 m., the water 
of the hypolimnion containing abundant oxygen, even late in the period 
of summer stagnation. 

Kizaki-ko, which is the lowest in level and partly surrounded by 
cultivated land and villages, shows an advanced state of eutrophication. 
Its transparency does not exceed 8 m., while the hypolimnion water ex- 
hibits during the summer stagnation period a marked decrease in its 
oxygen content. 

In Nakatuna-ko, which receives the water from Aoki-ko and sends 
it into Kizaki-ko, and is the smallest and shallowest of all, the oxygen 
content in deep water often becomes zero in summer, the transparency 
being usually less than 5m. 


The Five Lakes at the Foot of Mt. Huzi. Motosu-ko, Syozi-ko, 
Nisino-umi, Kawaguti-ko, and Yamana-ko. 


These five lakes, which nestle at the foot of Mt. Huzi, owe their 
origin to damming up at different periods of the valleys between Mt. 
Huzi, the Misaka or Dosi mountain ranges, and their branches by 
voleanic ejecta from Mt. Huzi. 

Their important morphometrical data are given in Table 3. 


Table 3. 
Motosu-ko Syozi-ko Nisino-umi Kawaguti-ko | Yamanaka-ko | 
Area (km?.) 4.87 0.87 2.30 6.13 6.46 
Depth (m.) 119.0 16.0 73.0 156.2 = | 13.2 | 
Altitude (m.) 908 908 908 830 | 982 











(5) ‘‘ko”’”’ is a termination given to all lakes. 


(6) 
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Motosu-ko, the most westerly of ‘the five lakes, is surrounded by a 
branch of the Misaka mountains, except at its eastern shore, which 
consists of massive accumulations of lava. It is mouthless and has no 
inflowing streamlet, but there are several reasons supporting the view 
that the lake is connected with Syozi-ko and Nisino-umi by subterranean 
communications. The water is a beautiful blue, with a transparency of 
16-18 m. According to D. Inaba, this lake is the most oligotrophic of 
the five, the content of protein nitrogen in the winter of 1934, being re- 
ported as having been only 23 mg./1. 

Syozi-ko, lying east of Motosu-ko, is the smallest of the five, its area 
being less than 1km.? Except in the south, its shore is surrounded by 
the Misaka mountains, where a gentle slope of lava-flow from Mt. Huzi 
projects into the lake in the form of a peninsula. 

It is remarkable as has been pointed out by many authors that, 
throughout the year, below some 10m., there is a sudden decrease in 
the oxygen content, and that, as Inaba has reported, in the winter of 
1934 the protein nitrogen content was 109 mg./l., which is the highest 
value of the five lakes. Both of these facts prove that this lake has 
attained the most eutrophied stage of all the five. 

Nisino-umi, called also Sai-ko, lying east of Syozi-ko, is separated 
from the latter by a gently sloping lava ridge, called “Aokigahara-marubi.” 

It is said that Nisino-umi and Syozi-ko were a large single lake, 
called ‘“Seno-umi”, until 863, when a lava flow divided this mother lake 
into two, as we find it to-day. 

The lake, which is well aerated to depth, has a transparency of 
10m. Inaba’s data of the protein nitrogen content of the water gives 
35 mg./l. for the winter of 1934. 

Kawaguti-ko, which lies due north of Mt. Huzi, has the lowest water 
level of the five lakes. The basin is divided into two main parts by a 
central islet, Uno-sima. According to D. Miyadi,” the maximum depth 
was 15.2m. and the transparency 5.8m., and according to Inaba’s 
observations, in the winter of 1934, the protein nitrogen content was 
34 mg./I. 

The depth of Yamanaka-ko, the largest of the five lakes, is small 
for its area. In the south, it is bordered by a gentle slope of Mt. Huzi, 
while its northern shore is surrounded by the low Dosi mountains. 
These facts contribute to the agitation of the lake water by strong winds 
which are so common in this region, and consequently the water here does 
not stagnate to the extent that it does in Kawaguti-ko and in Syozi-ko. 
In the winter of 1934, the transparency was 5.4m. and the protein 
nitrogen content 48 mg./1. 


III, Studjes of Mud. 
Studies of mud are important for the following reasons: 


First, they furnish information concerning the roles played by mud 
in supplying nutrient matter to the lake water. 








(6) Inaba, Jap. Journ. Limnol., 4 (1934), 101-114. 
(7) Miyadi, Japan. J. Zoology, 4 (2) (1932), 82-100. 
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Secondly, since the mud consists of organic or inorganic debris that 
either has been formed in the lake or been carried into it at a certain 
time and precipitated there, they frequently indicate the condition of the 
lake in former times. 

Thirdly, there is the problem of the changes that occur in mud, 
which can be answered only by a study of mud itself. 

We may mention the names, B. W. Perfiliew,“’ Ch. S. Black, D. 
S. Rawson,” R. T. Allgeier, W. H. Petersen, Ch. Juday and E. A. 
Birge,“ W. Ohle,“*) G. Karsinkin and S. Kusnetzov,“*) all of whom 
have investigated mud along one or another of the lines just mentioned, 
resulting in the acquisition of much valuable knowledge. But, notwith- 
standing their importance, we have not yet succeeded in extracting 
sufficient knowledge from them to help us to solve the main problems, so 
that further studies are needed. 


Seasonal Variation in the Intensity of the Physical, Chemical, 
and Biological Factors Affecting Mud Metabolism. 


Separate studies of the physical, chemical, and biological factors 
that may affect metabolism in muds have been carried out repeatedly, 
but systematic investigation, wherein a number of these factors is treated 
at the same time in order to secure correct judgement on the correlations 
between them, has been very rare, as also studies for a protracted period 
of the variability in the intensity of any of these factors. The following 
is the result of observations made with the object of filling our present 
lack of knowledge in these respects, for which purpose, the writer visited 
Takasuka-numa eleven times in all, from November 1932 to December 
1933, and examined the muds from the deepest part of the lake for their 
temperature, pH, bacteria, and macroscopic benthoic animals. 


Methods. 


Sampling and Measurement of Temperature. For sampling the muds, a Lenz’s 
sampler was used, so devised that, by inserting metallic plates, the muds sampled 
could be divided horizontally into a few layers. The number of layers, thus divided, 
varied from six to eight, according to the thickness of the muds dredged. 

The sampler has three holes, lying vertically in a line on one of its walls, each 
with a screwed lid. Immediately after the sampler was hauled up into the boat and 
its contents were divided into layers by metallic plates, the mud temperature was read 
in the following manner. 

The upper hinged cover of the sampler is opened and the bulb of a thermometer 
is _—_ directly into the mud, and its temperature determined, that is, of the surface 
mud. 





(8) Perfiliew, Verhandl. f. Internat. Vereinigung f. theoret. u. angew. Limnologie, 
4 (1929), 107-143. 
a ( 4 Black, Transact. of the Wisconsin Acad. of Sciences, Arts and Letters, 24 (1929), 

(10) Rawson, Univ. of Toronto Studies, Public. of the Ontario Fisheries Research 
Laboratory, 40 (1930), 1-183. 

(11) Allgeier, Petersen, Juday and Birge, Internat. Rev. d. gesamt. Hydrobiol. u. 
Hydrograph., 26 (1932), 444-461. 

(12) Ohle, Biochem. Z., 258 (1933), 420. 
- hen and Kusnetzov, Arteiten der Limnologischen Station zu Kossino, 13-14 
(1931), 47-68. 
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The values of the intermediate layers are determined by merely removing the lids 
of the holes above mentioned, and inserting the thermometer bulb into the mud through 
them. 

Finally, the temperature of the deepest mud is determined, first, by opening the 
bottom of the sampler and emptying out the mud of the deepest layer into a receiving 
vessel, after which the thermometer is introduced. 


Determination of the pH-value. The sample was carried cold to the laboratory 
and kept in an ice-chest. 1lc.c. of the thoroughly kneaded mud: is mixed well with 
2c.c. of distilled water for one minute, after which a knife-tipful of quinhydrone is 
added and the mixture stirred cautiously for half a minute. A platinum electrode is 
then inserted, and the pH determined potentiometrically in three minutes, referring to 
a saturated calomel cell. 

Since it frequently happens that the room temperature, at which the pH-value is 
determined in the laboratory, differs from that in the mud as it lay in the lake bottom, 
naturally, the pH-value thus estimated differs from the value in its natural condition. 
The writer, therefore, studied, as a separate subject, the relation between the pH-value 
of the muds and the temperature, and constructed a pH-temperature curve, from which 
the observed values could be corrected into natural values.(") Table 5 gives the values 
thus corrected. 


Bacteriological Examination, The muds were transferred into a number of 
sterilized Petri-dishes and kept cold. The work of counting the number of bacteria by 
the plate culture method was completed in 24 hours. The method is mainly after E. 
J. Russel(®), As counting medium, mannitol-agar-asparagine was used, and its pH 
regulated to 7.6 by caustic soda. 

le.c. of the mud is shaken with 99c.c. of sterile salt solution, containing NaCl 
and MgSO,, after which 1 c.c. of what is suspended in the solution is diluted with the 
same sterile salt solution. 1lc.c. of the latter suspended matter is further diluted 
with another 99c.c. of salt solution. From the suspension thus prepared, 1c.c. is 
transferred into each of five Petri-dishes, into which the sterile counting medium is 
poured molten. After ten days incubation at 20°C., the number of colonies developed is 


counted. 

Examination of Macroscopic Benthoic Animals, Each layer of the sampled mud, 
divided as already mentioned, was sieved by shaking in water through wire netting 
with meshes of 1 mm. Corethra and Orthocladiinae larvae, which represent the benthoic 
fauna of this lake, were then picked out from the residue. The number of individuals 
found in each divided layer and their sum are given in Table 7. The sum, multiplied 
by 44, is conventionally converted into a value per 1m.*, seeing that the sampler 
dredges mud (given in the same table) covering a bottom area of 225 cm.* at a time. 


Results and Discussions. 


Temperature. The lowest value observed was 5.3°C, which was 
found on February 11, 1932, in the 1st layer. The highest value, which 
was observed on September 17, was 17.2°C in the 3rd layer in the deepest 
part of the lake, and 19.3°C. in the 1st layer at 4.7m. depth. Thus the 
mud temperature, which varies from 5.3°C. to 17.2°C. throughout the 
year in the deepest part of Takasuka-numa, seems to attain its maximum 
during the period from the end of September to the middle of October. 

It is also noteworthy that, during the period from December 1932 
to the following February, the temperature of the muds increased from its 
surface towards its deeper parts, indicating that heat flows from the muds 








(14) Sugawara, Bull. Chem. Soc. Japan, 9 (1934), 446. 
(15) Russel, ‘‘Soil Condition and Plant Growth,’’ 6th edition, 579, London, (1932). 
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into the lake water during this season, while during the period from 
March to the end of September, matters are reversed, the mud temperature 
increasing from the deeper parts towards the surface. 

There are, therefore, two periods in which the flow of heat occurs 
in mud in opposite directions, between which are two others, where the 
flow is minimized. 

These points will be better understood if we compare the temperature 
of the muds with that of the bottom water, which is given in the bottom 
row in the table. But here we meet a difficulty. On March 30 and on 
April 17, the temperature of the bottom water was lower than that of 
the muds. Had the temperature relation been reversed, that is, had the 
temperature of the water been higher than that of the muds, the circum- 
stance could easily be explained. This difficulty should be settled by 
further studies. 

The presence of temperature gradients along the vertical line and 
its seasonal reversal in sense are of special importance to mud metabolism. 
They may, on the one hand, affect the migration of benthos either from 
the surface layer towards the deeper layer or in reverse direction; they 
may also lead to increase in the vicissitudes of the microflora in different 
parts of the muds. On the other hand, they may affect the equilibrium, 
purely physical and chemical, in muds. 

For example, they could control the diffusion of dissolved or colloidal 
dispersed matter through muds by capillary action, which matter could 
sometimes diffuse into the overlying bottom water, or, contrary to it, 
they may, another time, be carried back into the deeper muds, and 
accumulated there to a higher concentration, and thus give rise to un- 
equal distribution of matter in various parts of the mud. 


Table 4. Temperature of Muds in °C. (1932-33) 


De a} Dec. _ Feb. Mar. 30 | Apr. | May | June Aug. | Sept.17 | Oct. | Dec. | 
P 28 11 (a) (b) mi 11 11 | (a) (b) | 22 3 
l 5506.89. «95 | 108 =~. «134 | 145 | — | 166 193] 17.0] 9.4 | 
| | 56 54 91 — 98 128) 137 > — | 166 181] 17.1 | 9.7 | 
| | 59 55 9090 96 125 | 138 | — | 172 17.8] 17.0 | 103 | 
4 61 83 86 9.1 | 124 | 140 | — | 164 10.9 | 
46 5.0 3.0 | 87 | 141 | 158 | 159} 173 16.5 | 8.8 | 














The pH-value. (1) No marked seasonal or vertical fluctuation in 
PH could be noticed. It varied from 5.70 to 7.54; the former value was 
recorded on September 17 in the top layer and the latter on February 
11 in the 4th layer. 

(2) It is notable that the top layer has always a smaller pH than 
the deeper ones, which is assumed to be due to the following two causes: 

First, during the period of circulation, some constituents of the 
surface muds are oxidized into acidic substances by the oxygen dissolved 
in the overlying water, whereby the pH of the mud is diminished. 

Secondly, decrease in pH can also result secondarily. Very often 
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the amount of mud in the top layer is not sufficient to fill the Petri-dish, 
leaving an air space in it, which is never the case with the other layers, 
where a larger quantity of mud is always available. Thus, while awaiting 
its turn to be examined, the mud of the top layer, being exposed to 
atmospheric oxygen, is oxidized, thus resulting in decrease of its pH. 
The smaller pH shown by the top layer mud during the period of stagna- 
tion, can be explained by these two reasons. 

(3) It is also notable that pH tended to diminish from winter to 
summer, where it attains its minimum, and increases towards autumn. 
On February 11, the pH-values in almost all the layers were exceptionally 
small, of which no adequate explanation has yet been made. 

(4) In comparing the distribution of benthoic animals with the 
data of pH, it is remarkable that, in winter and spring, when the density 
of Corethra larva is larger, the variability in pH in the different layers 
of mud is larger than in summer, when the larval density is greatly 
reduced. 


Table 5. The pH of muds (1932-33). 








| | Nov. | Dee. | Feb. | Mar. | Ape. | ‘May | June Aug. 
| Depth | “12"| 28 | 11° | 90°| I7 | 7 | nu | 1 


| Sept. | Oct. | Dee. | 
iaiwi s.4 














I 6.40 | 7.05 6.67 6.29 644 692 6.57 6.62 | 5.70 — 6.87 | 
II 6.72 | 7.07 | 6.92 6.70 7.07 | 7.08 | 6.85 6.71 | 6.77 6.74 6.96 
III | 6.73 | 7.03 | 6.77 7.07 692 694 | 685 6.73 687 6.92 6.97 
IV 6.54 | 7.23 | 7.54 | 6.96 7.13 | 6.92 | 6.82 6.75 | 6.90 6.89 6.97 
V | 653 | 7.05 | 685 | 7.01 6.71 688 | 6.77 682 691 6.99 6.91, 
VI 6.26 | 7.09 6.93 | 7.00 7.02 | 6.84 | 6.81 6.84 6.91 | 7.02 6.94 | 
VIL 6.98 | 6.95 6.95 | 6.85 | 6.79 , 6.81 6.92 698 7.00 
_ VIII 7.03 | | 6.80 6.85 6.85 








Table. 6. Variation in bacterial number (millions 
per 1 c.c.) (1932-33). 


Depth Nov. | Dec. | Feb. | Mar. Apr. May | June Aug. Sept. | Oct. | Dec. | 
P 12 28 11 30 17 7 11 11 17 22 5 

















I 064 140 118 1.05 049 | 082 — 077 0.58 | 0.60 | 0.68 | 
II 1.14 | 1.02 | 1.00 1.35 | 1.18 0.78 0.51 | 0.56 | 0.90 | 

II | 0.67 1.27 | 1.03 | 1.00. 1.30 | 1.24 | 1.16 0.91 0.47 | 0.54 | 0.52 

| Iv 0.98 | 0.65 087 1.21 | 1.02 1.00 0.68 | 0.42 | 0.45 
| Vi | 063 | 1.62 142 0.91 1.05 | 1.03 1.16 0.85 0.69 | 0.60 | 0.67 | 
| VI | 0.53 1.35 | 1.08 O49 | 0.86 | 0.85 | 0.17 0.36 0.58 | 0.58 | 
vil 1.82 | 183 | 0.51 0.85 0.44 0.11 0.64 | 0.50 | 
vl | 0.98 0.74 0.60 0.57 | 


Further, it is worth mentioning that the layer with a considerably 
larger pH is always that in which more Corethra larvae are counted. 
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On February 11, contrary to the general relation above, Corethra 
larvae were most abundant in the 3rd layer, while maximum pH was seen 
in the 4th layer. This discordance, however, can be explained by the fact 
that, on that day, the determination of benthos and that of pH were 
carried out on separate samples. In that case, should the thickness of 
the muds dredged by one operation differ from that of the next, there 
is the contingency, notwithstanding all precautions, hence remote, that 
a particular zone of the layers in one dredging may not exactly correspond 
to that in the layer of another. 


Bacteriological Examination. (1) The number of bacteria reached 
maximum on December 28, 1932, in the 5th layer and minimum on 
August 11, the following year, in the 7th layer. In a year, the number 
varies between the two extremes of 100,000 and 1,500,000. 

(2) On the other hand, there is a tendency for the number to grow 
somewhat towards winter and spring and diminish towards summer and 
autumn a variation in the number of bacteria that seems to be intimately 
related to the distribution of Corethra and Orthocladiinae larvae. As a 
matter of fact, on December 28, 1932, when the benthoic animals were 
most abundant, the number of bacteria attained also its maximum. 
Thence until May 7, the following year, there was only a barely discernible 
decrease. 

Now, in June, especially in the 6th and 7th layers, a marked decrease 
was seen in the bacterial number, which extended towards the top layer 
and continued until September 17. 

On August 11, when, in the 7th and 8th layers, no individuals of 
Corethra or Orthocladiinae larvae could be found, the number of bacteria 
fell to the order of 100,000. 

In September, the bacteria began to increase in number. 

(3) On comparing the data for December 3 with those in the pre- 
vious December, it was found that the former values were much smaller 
than those in the latter. This difference can easily be explained when we 
consider that, in the previous December, the observation was made later 
in the season by practically one month than that in the following year, 
so that, during that interval of one month, a sudden increase in number 
of bacteria was quite possible. ‘ 


The Examination of Macroscopic Benthoic Animals. From the 
observation of benthoic animals, the following results were obtained. 

(1) During the greater part of the year, the muds at all the depths 
examined were inhabited by a considerable number of Corethra or 
Orthocladiinae larvae, by whose movements the muds at different depths 
can be mixed, affording chances for the products of mud metabolism to 
be carried into the lake water, and for certain substances in the overlying 
water to be brought into the deeper parts of the muds. 

The greater part of the bacteria mentioned in the previous article 
may have entered the muds by this latter course. Thus their number 
greatly declined in August, when the number of Corethra larva was also 
reduced. ’ 

(2) The number of Corethra larva increased from the end of 
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December 1932, to the following February, after which there could be 
found no marked change until May, when the number began to decrease 
until September 17, when it attained its minimum value and began to 
increase towards winter. 

Thus the number of Corethra larva in Takasuka-numa varies between 
1190 and 8700 per m.” 


Table 7. Variation in the distribution of macroscopic 
benthoic animals (1932-33). 


Dec. 28 | Feb. 11 Mar. 30 Apr. 17 | May 7 


ee ae, 


Depth (a) (b) af 
Cor.Orth. Cor.Orth.. Cor. Orth. Cor. Orth. | Cor. Orth.| Cor. Orth. 
— | —— nin —|—_ | 








a ee 











| 5 1} 9 0 0 0 4 1 6 2 
ae 0 13 0} 35 1 5 0 | 20 5 | 8 1 | 
II | 12 0 30 0 83 1 44 2| 84 6 15 0) 
IV | 3% 1 31 2 3 1 29 4 6 7 19 4 | 
Vv | 5 8 3 1) 8 1 23 1 | 24 1 15 2 
vi | 8 aro aS 2 2 7 0; 6 0 
vill | 0 1 | 1 12] 2 @] 

Vill 5 0 | | | 
Sum 119 11 121 5 198 6 | 10 13 | 158 2 69 7 
x44 5240 4805300220 8700 260 4600 570 6950 880 3040 310 
June 11 Aug. 11 Sept.17 | Oct. 22 | Dee. 3 | 
Depth | | 
Cor. Orth. Cor. Orth. Cor. Orth. | Cor. Orth.) Cor. Orth. 
I “er 3 0 8 o| 3 0 2 0 | 
I 6 1 ,.. a 5 0 22 6 Bi 
II] 29 0 13 0 5 1 7 bt. 0. 
IV 2 «O0 8 0 7 0 o-; OS. Se. SI 
V 19 1 0 0 1 2 34 o| 8 0 | 
VI 2 0 0 0 1 1 17 0 16 1 | 
VII 1 1 0 0. 6 1 15 0 | 
Vill _ 0 | 
Sum 77 3 31 0 27 4 79 2 | 65 1 | 
x44 3390 130 1370 0 1199 180 3480 90 | 2860 44 





} 
| 
| 


Cor. = Corethra larva. Orth, = Orthocladiinae larva. 


(3) As to the vertical distrfbution of the animals, the following 
points were established. The zone that showed maximum density of 
animals is in the 5th layer on December 28, 1932, later shifting upwards 
to the top layer, in September. 

The sense of shift thenceforth reversed, and the zone of maximum 
density suddenly dropped to the 5th layer in October and to the 6th in 
December. 


(13) 
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Thus the zone of maximum density of benthos, which shifts upward 
first, does so downward in the latter half of the year, forming an annual 
cycle. 

Finally, no individual was found on December 28, 1932, in the 7th 
layer, and on March 30 in the top layer, and on August 11 in the 6, 7. 
and 8th layers. 

-(4) Orthocladiinae larvae were too scanty to offer a clue to any 
reliable relationship, although they showed that their number increased 
from December to April, after which it decreased. In August, the animal 
disappeared completely from all mud depths, after which it began to 
increase in number again. 


The Chemical Composition of Muds. 


Determination of the chemical composition of the muds of a lake 
is indispensable to systematic study of lake metabolism. On the one 
hand, it provides knowledge of the transitions the lake has undergone, 
while, on the other, it gives us some knowledge of the metabolism that 
has occurred, or is occurring, in the muds themselves. 

Many examples of chemical analyses of lake deposits have been re- 
ported. In the older examples of such analyses, attention was paid more 
to the mineral constituents than to the organic ones, the knowledge of 
which latter, however, is more important to the present problem. 

The greater part of recent studies, in which the organic constituents 
have been treated, are of little help to us, because the objects of their 
research differ from ours. 

Thus, for example, W. Ohle‘'*) determined the organic constituents 
of the bottom deposits of the “kleines Ukleisee” from the top layer, 
every 1 m. vertically down to1l1m. This study, the purpose of which was 
to obtain support for the “lignin theory” of Fr. Fischer, contributed much 
to the knowledge of the geological transition of the lake itself and of its 
neibourhood, but not so much to that of lake metabolism. 

The same could be said of many other studies, which were undertaken 
for the purpose of elucidating the mechanisms of petroleum formation. 

The only example of organic analysis of lake muds performed from 
the view-point of pure limnology, is that of S. Kusnetzov,“” who estimated 
the sugar, pentosan and hemicellulose, cellulose, lignin and humus, wax 
and pitch, fatty acids, etc., of samples from two different layers that 
were 0-5cm. and 25-40cm. from the surface of the muds in Lakes 
Beloje, and 0-5 cm. and 10-15 cm. from the same in Glubokoje, both near 
Moscow. 

The following analysis by the writer was started as an indispensable 
item in a programme for studying lake metabolism; it brought about 
some results worth mentioning. 

These results, together with those of Kusnetzov, help us in contribut- 
ing data for geochemistry a long neglected branch of science. 





(16) Kusnetzov, Verhandl. d. Internat. Vereinigung f. theoret. u. angew. Limnologie, 
7 (1935), 571-582. 
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Methods. 


The muds that were analysed were dredged on February 11, 1933, from the deepest 
part of Takasuka-numa. They were 17.5cm. thick, divided into seven layers, each 
2.0 cm. thick, except the bottom layer, which was 5.5 cm. thick. A part of each of the 
seven kinds of samples thus prepared, was used in determining the bacteria, as shown 
in the preceeding article, while the remainder was used for the chemical analyses, 
which were made as follows. 

First, the density of the sample is determined. Then, by drying at 110°C, the water 
content of the muds is determined. With the dried sample, the ignition loss and its 
mineral constituents are determined. ' ; 


Determination of the Mineral Constituents, Determination of silicon, aluminium, 
and iron. For determining the mineral composition, about 0.5 g. of the dried prepara- 
tion is fused with carbonate mixture, and its silica content determined after the usual 
method. The filtrate from the silicic acid is made up to 50 c.c., 8 ¢.c. of which are used 
for precipitating the aluminium and iron. The precipitated iron and aluminium are 
dissolved in a small quantity of hydrochloric acid and then diluted to 50c.c., 20c.c. of 
which solution are evaporated to dryness. To the residue, after cooling, are added 5 c.c. 
of conc. hydrochloric acid. The residue immediately dissolved into a yellow solution, the 
content of iron in which is determined by the iodometric method of Blackwood- 
Stirling. () ; 

From another 8 ¢.c. of the 50 c.c. filtrate from the silicic acid, iron and aluminium 
are precipitated as mixtures of their hydroxides, ignited and then weighed as a mixture 
of ferric oxide and aluminium oxide. 

The content of aluminium in the dried preparation is calculated as alumina by 
reducing the iodometric iron value from the total weight of iron and aluminium oxides. 


Determination of manganese. 20 c.c. of the filtrate from the silicic acid are used. 
Hydrochloric acid gas is driven off by evaporation until the residue remains slightly 
moist. 30c¢.c. of water are added, and the residue is dissolved by warming. 0.5¢.c. of 
colourless concentrated nitric acid and a sufficient quantity of 1% silver nitrate solution 
are added to precipitate the chlorine ions. 2-3 ¢.c. in excess of silver nitrate solution 
are then added and the solution filtered. The precipitate is washed with about 50 c.c. of 
dilute nitric acid. The filtrate is now evaporated down to about 10 ¢c.c., to which is added 
5¢.c. of 10% ammonium persulphate solution. After warming for ten minutes on a 
water bath, it is diluted with water to 30 c.c. and then compared with standard potassium 
permanganate solution, 1 ¢.c. of which contains 0.02 mg. of manganese. 


Determination of calcium. From the 50c.c. filtrate from the silicic acid, 20 c.c. 
are taken, and after separating the iron and the aluminium, the filtrate is neutralized 
with hydrochloric acid, using methyl red as indicator, and 5c.c. of ammonium sulphide 
solution added. After setting aside for 24 hours, the precipitate is filtered off and the 
filtrate boiled for some time. The precipitate formed during the boiling is filtered off. 
The filtrate is acidified with hydrochloric acid, evaporated to less than 10c.c., and 
neutralized with ammonia and diluted to 30c.c. To the resulting solution is added, in 
turns, 5 c.c. of 0.025 N oxalic acid and 0.5 c.c. of 0.1. N hydrochloric acid. The liquid is 
then neutralized by the addition of 0.2N ammonia, a drop being added at a time, 
with 5 minutes’ interval after each addition. Neutralisation is continued until the 
pH of the liquid is 7.8. A further 0.6 c¢.c. of ammonium oxalate is then added. After 
two days, the precipitate is filtered off, washed with saturated ammonium oxalate 
solution, which lis regulated to a pH of §€.8, and then ignited in a small platinum 
crucible. 

The ammonium sulphide solution is prepared as follows: Concentrated ammonia 
is diluted with an equal volume of water, and hydrogen sulphide gas is passed through 
the solution to saturation. The resulting solution is diluted with the same volume of 
half-diluted ammonia. 





(17) Blackwood and Stirling, Biochem. J., 26 (1932), 353. 
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Determination of phosphorus.) 2c¢.c. of the 50c.c. filtrate from the silicic acid, 
are diluted to 10 c.c. after which 1.2 c.c. of 60% perchloric acid, 1 ¢.c. of 5% ammonium 
molybdate solution, and 0.5c¢.c. of 1 aminonaphthol-(2)-4-sulphonic acid solution are 
added, and water to make the whole 15 c.c. 

A standard containing 1 mg. of P.O; per 1c.c. and a quantity of ferric chloride 
equivalent to the iron content of the sample solution is prepared at the same time and 
in the same way. 

The contents of the flask are gently shaken between each addition, and finally 
mixed by inverting and shaking. The colours are read after five minutes in a Duboseq 
colorimeter. 

The 0.2% aminonaphtholsulphonic acid is prepared as follows: 0.5g. of the 
acid, 40g. of sodium bisulphite, and 6g. of crystalline sodium sulphite are dis- 
solved by shaking with enough water to make 250c.c. If the solution does not filter 
clear, it should be left overnight and again filtered. A fresh solution should be pre- 
pared every two weeks. 


Determination of the Organic Constituents. Separate portions of the dry prepara- 
tion are used for determining carbon and hydrogen, total nitrogen, ammoniacal nitrogen, 
and for the complete organic anaylsis. 

(a) Carbon and hydrogen are determined by microanalysis after Pregl, for 
which the writer is much indebted to Dr. Shu Furukawa. 

(b) For the determination of total nitrogen, 0.1 g. of the material is taken in a 
small Kjeldahl flask. 1c.c. of concentrated sulphuric acid, three drops of 5% copper 
sulphate solution, and 0.05 g. of potassium persulphate are added successively, and the 
flask is heated for a few hours until the liquid is completely decolourised, when the 
ammonia content of the liquid is measured in the usual way. 

(c) For the determination of ammoniacal nitrogen, 0.5 g. of the dry material 
is suspended in 30 cc. of distilled water, to which is then added 0.5c.c. of 1% soda 
solution, which is sufficient to bring the pH of the liquid to that point where the bromo- 
thymol-blue turns blue. Through the suspended matter, air is bubbled for some 40 
minutes. The air, here used, is previously freed from traces of ammonia by concen- 
trated sulphuric acid. The ammonia driven off, is absorbed by 10c.c. of 1/70 N hydro- 
chloric acid solution and estimated by the usual method. 

(d) The complete organic analysis is carried out mainly after S. A. Waksman,(’”) 
on two or more of 2 g. portions of the dry material. 

The procedure is as follows: The material is first extracted with ether in Sox- 
hlet for 20 hours. For this process, 100 c.c. of ether are used, 50c.c. being added at 
the start, and the remaining 50 c.c. later. The ether-soluble portion of the material is 
then determined by evaporating the ether, then drying the residue in a weighing 
bottle at 90°C. until a constant weight is attained. The residue, left after the ether 
treatment, is separated from its container, the cylindrical filter paper, by cutting the 
latter and washing out the contents into a beaker. Water is added to 100c.c. and the 
suspended matter is shaken overnight, after which the liquid is filtered and washed 
with 100 c.c. distilled water for 10 hours. The filtrate from the cold water digestion 
is condensed into 50 c.c., of which 5c.c. is used for determining the reducing sugars. 

The residue from the cold-water treatment is now digested with 100c.c. of hot 
water for two hours in a water bath. The liquid is filtered off and the residue washed 
with hot water until the filtrate is colourless. The filtrates are combined, and evaporated 
to a small volume, in order to determine the reducing sugar contained. The residue 
is dried and then extracted with 100c.c. of boiling alcohol for 5 hours. The filtrates 
are combined and evaporated, in weighed dishes, to a constant weight at 90°C. 

The residue is dried and extracted with 100c.c. of 2% hydrochloric acid for 
5 hours. The hot extract is filtered through filter paper that has been previously 
dried and weighed, the residue being washed into the filter and treated with distilled 
water until free from acid. The combined filtrate and washings are analysed for 
total nitrogen and total reducing sugar (an aliquot portion of the solution having been 





(18) King, Biochem. J., 26 (1932), 294. 
(19) Waksman and Tenney, Soil Science, 24 (1927), 275-283. 
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neutralised with 40% sodium hydroxide solution). To get the hemicellulose content of 
the mud, the total reducing sugar is next multiplied by 0.9. 

The residue left on the paper after the treatment with dilute acid is dried for 
24 hours at 70°C. and weighed. About a 0.3—0.6g. portion is taken from the dried 
residue and treated with 5c.c. of 80% sulphuric acid. The acid is allowed to 
act in the cold for 2 hours and then 75c.c. of distilled water are added, and the con- 
tent is boiled for 5 hours under a reflux condenser. The extract is now filtered through 
a small dried and weighed quantitative filter paper. The residue is washed thoroughly 
with distilled water, dried at 70°C., and weighed and finally divided into two portions, 
one of which is ignited to determine the ash and the other is used to determine the 
total nitrogen. The weight of the residue after the sulphuric acid treatment, minus 
the sum of the weight of the ash, and of the total nitrogen which has been multiplied 
by 6.25, gives the lignin content of the 0.3-0.6 g. portion left after the treatment with 
dilute hydrochloric acid. From this value, the percentage of lignin in the initial sub- 
stance is further calculated. ; 

The filtrate from the 80% sulphuric acid solution is analysed for sugar, 
an aliquot portion having been neutralised previously with 40% caustic soda 
solution. The reducing sugar multiplied by 0.9 gives the cellulose content in the portion. 

The determination of reducing sugar is carried out mostly according to Ch. S. 
Hanes. (*) 


Results and Discussions. 


When we compare the data of analysis (Tables 8 and 10) with those 
of other lakes, whether in Japan or abroad, we easily find a number of 
facts of special interest, whose description, however, will be here dis- 
pensed with, owing to risk of straying from the main object. 


Vertical Variations in Mineral Constituents. The mineral constitu- 
ents may be classified into three groups, according to their modes of 
vertical variation. 


Table 8. Vertical variation in the chemical composition 
of the mud from Takasuka-numa. (A) 








Depth fe nm | mW IV Vv vI VII 
Density | 1.250 | 1.260 1.260 | 1.263 | 1.280 1.285 
Weight Decrease(%) | 79.61 78.97 78.50 | 78.08 | 76.08 75.60 

(110°C) 
Loss on ignition (%) | 18.69 | 18.94 18.94 19.08 | 18.83 | 1812 17.95 
SiO. (%) | 47.48 | 47.799 47.73 48.03 | 47.93 | 46.88 46.29 
Fe.0; %) | 14.30 1437 | 14.23 14.46 | 1484 | 1551 16.22 
Al.0, %) | 18.63 | 1429 1460 15.29 | 14.49 | 14.08 13.68 
MnO (%) | 0.64 | 0.60 | 061 0.61 | 0.66 | 0.74 0.76 
CaO (%) | 206 198 9183 171 | 158 | 158 | 1.86 
P.O; (%) | 0.17 | 016 014 0.23 | 017 | 018 © 0.15 





Group. I. Silica and alumina belong to this group. Their percen- 
tages grow from the top layer towards the fourth, where they attain 


(20) Hanes, Biochem. J., 23 (1929), 99. 
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their maxima, after which they diminish with depth. The loss on ignition 
also varies in parallel with the foregoing. 

Group II. The iron and manganese oxides belong to this group. 
Their percentages grow evenly from the top towards the deepest layer, 
except two anomalous values, which are found for iron in the third layer 
and for manganese in the top layer. This anomaly in manganese is 
possible of satisfactory explanation, as will be seen later. 

Now, although a part of the iron and manganese may come as com- 
ponents of dead plankton, it is, at any rate, insignificant, while the 
remaining major part probably comes as ingredients of the clayey sub- 
stances that are carried into the lake by influent waters. 

Notwithstanding this, the mode of vertical variation in the iron and 
manganese oxides differs entirely from that of alumina and silica—a 
point on which a satisfactory explanation is desired. 

First we shall examine the ratio of ferric oxide to silica (Table 9). 
It is remarkable that the ratio keeps constant from the top to the fourth 


Table 9. The ratios of iron, aluminium and manganese to silicon as 
their oxides at various depths of the mud of Takasuka-numa. 


| Depth I Il III IV Vv VI vil 


| Fe.O, 0.301 0.301 0.298 0.301 0.310 0.331 0.350 | 
| Al,O; 0.286 0.298 0.300 0.318 0.302 |, 0.300 0.294 
| MnO 0.0134 | 0.0126 | 0.0128 0.0127 0.0136 | 0.0157 0.0164 


layer, its value lying between 0.301 and 0.298, while the ratio increases 
further, downwards, to 0.350 in the seventh layer. The same may be 
said of manganese. The ratio of manganese oxide to silica, except in 
the top layer, varies between 0.0126 and 0.0127 to the fourth layer, after 
which it begins to increase downwards until it is 0.0164 in the seventh 
layer, whence we may conclude that, in muds of about 8 cm. thickness 
from the surface, the four elements, silicon, aluminium, iron, and 
manganese are distributed quite uniformly. 

Conditions differ, however, at depths below 8cm. Here the ratios 
of iron and manganese to silicon are no longer constant; they increase 
with depth. 

In contrast to the foregoing, the ratio of aluminium to silicon 
seems to decrease at the seventh layer, although the decrease is much 
smaller in amount compared with the increase in iron or manganese. 
Moreover, accuracy in analysis in the case of aluminium falls below those 
of the other elements in question. Thus, when we take these circumstances 
into consideration, we see that it is better, instead of stressing the matter 
of decrease, to conclude, as just mentioned, that the ratio of alumina to 
silica is practically constant through all the depths that were examined. 

Explanation I. The simplest explanation possible from the foregoing 
examination is that the ratios of iron and manganese relative to the 
elements of the first group that were all carried into the lake, varied 


(18) 





1939] 






































Chemical Studies in Lake Metabolism. 393 


gradually in decreasing proportion from the time when the deepest muds 
deposited until the muds of the fifth layer settled. Then the variation 
in the ratio stopped; further deposition occurred and continued at the 
fixed ratio until the present. 

Explanation II. There is another possible explanation, in which the 
variation in the ratios of iron and manganese to silicon and aluminium 
are assumed to have continued to occur up to the present time, and the 
uniform distribution of the four elements in question in the upper layers 
of mud is assumed to have been brought about secondarily by the micro- 
organisms present. In fact, the upper four layers (8cm.) are densely 
inhabited by Corethra and Orthocladiinae larvae (Table 7), by the move- 
ments of which the upper and lower muds are mixed, resulting in uniform 
distribution of the elements in question, while the layers below 8 cm., 
which are inhabited by fewer of these insect larvae, are subject to less 
mixing, hence retaining the previous mean ratios. 

Explanation III. In the preceding two explanations, we assumed 
that the ratios of iron and manganese to silicon and aluminium had 
varied during deposition of the mud layers in question. 

We shall now examine this assumption. As a matter of fact, the 
time during which the mud layers in question had been deposited, is 

a 


easily estimated from the result given in page(00/as three years, at least, “| 


but not much longer. That during such a short period of time, there 
should have occurred a considerable change in the ratios of the four 
elements in question that were carried into the lake by influent waters, 
is rather improbable. Therefore, in the third explanation, we must try 
toe suppose that the ratio of the iron, manganese and silicon that 
were carried into the lake water remained constant during the time in 
question, and further suppose that the apparent change in the ratios 
occurred secondarily, in the course of settling, or after they had already 
settled on the bottom. 

In order to follow this reasoning, it is necessary to note a certain 
peculiar property that distinguishes iron and manganese from silicon and 
aluminium. 

The first to be mentioned is the oxidation-reduction property of 
iron and manganese. These elements are, indeed, deposited in higher 
oxidized forms, after which, owing to anaerobiosis in the deeper water 
layers or at the bottom, they are reduced partly into soluble or easily 
diffusible forms. When this occurs to any considerable extent, and if 
this occurrence grows more intense year by year, the result is nothing 
but a vertical decrease in the ratios in question towards the surface, that 
is, the ratio has a smaller value in the recently precipitated muds than 
in the older ones, notwithstanding the fact that during the time in ques- 
tion, there was no considerable change in the ratios of these elements 
that were carried into the lake be 

Now this idea, that the reduction of iron and manganese has been 
growing more intense during the time in question, seems to be supported 
by the data of organic analysis. Here the ratios of the various organic 
constituents of planktonic origin to silicon are also found to increase on 
the whole towards the surface, which can be explained by saying that 
the deposited quantity of organic debris has been increasing, that is, 
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the lake has become more eutrophic and consequently the reductive 
changes in the lake have grown more intense. 

It must be added that, in the present case also, two different ways 
are conceivable in which the lake became more eutrophic. When we 
stress the importance of the mixing action of benthoic animals, eutrophic 
action cannot be considered to have continued, not at least, at the same 
rate until the present, otherwise we have to agree that eutrophication 
stopped at the time when the fifth layer muds had settled. 

Unfortunately, our knowledge at present is still too meagre to 
enable us to say which of the various explanations suggested above is 
correct. 

Group III. Calcium oxide belongs to this'group. Although its per- 
centage decreases evenly towards depth, it suddenly begins to grow from 
the seventh layer. 

Calcium differs from other elements in the way in which it is carried 
to the bottom. In fact, the water of Takasuka-numa, like in many other 
Japanese lakes, is so poor in calcium that the concentration of this ion is 
much less than that from which the calcium carbonate is precipitated, 
so that if calcium be carried to the bottom, it must occur in one of the 
following two ways. 


Table 10. Vertical variation in the chemical composition 
of the mud from Takasuka-numa. (B) 


Depth | &§ II 





0.770 0.702 0.700 0.660 0.638 


| 
| | Ill IV 1a: VI 
— | — a | —— — _ . a 
Carbon (%) | 6.06 | 6.03 5.81 
Hydrogen (%) | | 1.50 


Total Nitrogen (%) 0.719 0.852 


Ammoniacal | 
nitrogen (%) 0.005 0.007 0.005 0.002 0.004 0.006 0.007 


C/N | 7.11 8.62 9.10 


Ether soluble | 
fraction (%) | 0.43 0.47 | 0.65 0.65 0.65 0.50 , 0.48 


Alcohol soluble 
fraction (%) 0.59 0.59 0.61 0.62 0.51 0.56 | 0.50 


Reducing sugars 
soluble in cold 
water (%) | 0.24 0.24 | 0.19 0.24 0.23 0.21 | 0.18 


Reducing sugars | | 
soluble in hot 
water (%) 0.23 0.24 | 0.24 0.21 0.25 0.21 0.20 | 


Reducing sugars 
soluble in cold or 
hot water (%) | 0.47 048 | 0.48 0.45 0.48 0.42 | 0.38 


Hemicelluloses (%) | 3.37 3.44 | 3.65 3.09 3.68 3.54 | 4.16 











Cellulose (%) 0.77 0.86 | 0.82 0.79 0.92 0.90 | 1.09 
Lignin (%) 3.60 3.86 | 3.65 3.54 3.82 3.40 3.74 
Ash (%) | 48.8 43.8 | 44.1 43.3 41.7 42.3 | 42.9 
Ris 3 } 
(20) 
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(1) Calcium, which is assimilated first as a body substance of 
planktonic organisms, is next deposited as a constituent of organic debris. 

(2) When certain flocculent precipitates are formed in the lake 
water, for example, the coagulum of ferric hydroxide or that of planktonic 
debris, these coagulations tend to adsorb calcium ion from the water and 
to carry it to the bottom. 

Of these two ways here assumed, the former accords with the view 
of the lake having become more eutrophic. As eutrophication progresses, 
the deposited amount of planktonic debris increases, with the result that 
much more calcium is carried down to the bottom, so that the percentage 
of calcium oxide is larger in the later deposits, namely, in the upper 
layer. But it is difficult to explain the sudden increase in the percentage 
in the deepest layer by this assumption, and this point can be interpreted 
more easily by means of the latter explanation. 

These are points on which further researches, it is hoped, will be 
made. 


Finally, the quantity of phosphorus being too small to give precise 
analytical results, it is not possible to say in what group it should be 
placed. 


Vertical Variations in Organic Constituents. The results of organic 
analysis cannot be regarded as sufficiently accurate, there being many 
difficulties in the method itself, and not enough samples being at our 
disposal, but the main features can be seen at a glance. 

(a) The total nitrogen ‘decreases with depth. 

(b) The total carbon seems to decrease in the same way. 

(c) The carbon-nitrogen ratio increases from 7.11 in the 2nd layer 
to 9.10 in the 7th layer. 

(d) The amount of ether-soluble fraction is large in the middle 
layers, but smaller in the upper and deeper layers. 

(e) The alcohol-soluble fraction behaves similarly but less evidently. 

(f{) The amounts of the sugars soluble in cold and in hot water 
do not greatly differ. Their totals tend to decrease from the 5th layer 
with depth. 

(zg) Hemicelluloses, cellulose, and lignin show no marked variation 
except in the 7th layer, where their percentages are evidently larger. 

In summarising the results, we conclude that nitrogeneous and ether- 
or alcohol-soluble matters are distributed rather densely in the upper 
layers, and that the celluloses and lignin are in the deeper layers. 

As one of the most probable causes that contribute to the development 
of such distribution of organic substances, we might mention the con- 
tingency of the lake becoming more eutrophic during the deposition in 
question. Thus the composition of muds has varied in such a way that 
the upper layers, that deposited later, are more planktonic, that is, they 
are richer in nitrogeneous and in ether- or alcohol-soluble substances. 
Therefore the celluloses and lignin, mainly of littoral or allochtonic origin, 
became smaller in their relative proportions to these substances. 

Another cause, not less important to the question of distribution of 
matter, is the decomposition of the celluloses or lignin in the lake bottom, 
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which is believed to become more intense the more the lake becomes 
eutrophic. Consequently, the proportion of these substances that have 
been left undecomposed will be reduced to that extent. 

The effect also of the distribution of the benthoic animals and other 
microorganisms and that of their excrements cannot be overlooked. 
And since it is obvious that the substances composing the bodies of these 
organisms and their excrements are rich in nitrogen, and are often of 
alcohol- or ether-soluble nature, it is quite conceivable that the distribu- 
tion of these organisms in the muds affects directly the chemical com- 
position of such muds. But, to what extent do these factors affect them? 
This is a question that, it is hoped, will be solved by further studies. 


The Relative Ease with which Iron and Manganese Return 
to the Lake Water, and its Geochemical Significance. 


It is interesting to find that the ratio of iron to manganese is 
smaller in the lake water than in the nmiuds, the ratio varying between 
21.9 and 24.2 in the muds, as easily calculated from the data given in 
Table 9, while that in the lake water is, for example, 3.57 at the surface 
and 4.50 at a depth of 2 m., calculated as follows. 

The content of iron is 0.87 mg./l., reckoned as Fe,0, at the surface, 
and 1.19mg./l. at a depth of 2m., being each the mean value of the 
result of six observations made in June 1935—January 1936- The 
manganese content, also calculated similarly, is 0.23 mg./l. at the surface 
and 0.25 mg./l. (MnO) at a depth of 2m. Therefore, the ratio is 3.57 
and 4.50 at the two depths. It might be added that this ratio decreases 
in the deeper water zone (v. Tables 12 and 13). 

This larger value of the ratio of iron to manganese in the mud 
appears to be due merely to the fact that the iron and manganese that 
were carried into the lake from outside, were already in that larger 
ratio when they were precipitated to the bottom, without any change 
in their relative ratio when they entered the lake, so that there is nothing 
odd in finding a larger ratio in the mud compared with that in the water. 
However, the actual situation is too complicated to be explained by such 
a simple cause alone. 

The writer will now mention the following two characteristic 
properties of iron and manganese, one oxido-reductive and the other 
circulatory, which, no doubt, contribute much to the uneven distribution 
of iron and manganese, with a ratio in the mud different to that in the 
hydrosphere. 

First, both elements have a circulatory property. As already men- 
tioned, the iron and manganese that have settled on the bottom do not 
remain there long; a large part of them is transformed into the soluble 
state by anaerobic decomposition, after which they are returned to the 
water body. 

Now, it is quite conceivable that this “returning” does not occur in a 
manner equally suitable to both elements; the manganese seems to be 
better fitted for this process, owing to its oxidation-reduction potential, 
(Mn**<+ Mn*++t*), which is higher than that of iron (Fe**<+ Fe***). 


(22) 
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Therefore, when the supply of oxygen to the deeper water is hindered 
and an anaerobic condition begins to be set up at the bottom, as it does 
in early spring, the oxidation-reduction potential on the spot is gradually 
lowered to that point where reduction of manganese is made possible, 
after which the manganese will be immediately reduced, while the iron 
oxide remains unaffected, because of its lower reduction potential, so 
that, of the elements in question, manganese returns first into the 
hydrosphere. 

Further, even when the oxidation-reduction potential on the spot 
falls to that point where the iron can be reduced to the ferrous state, 
resulting in the actual reduction of the iron, the ferrous iron thus formed, 
is immediately reoxidized by the higher oxide of manganese, so long as 
the latter is present in its vicinity. Thus manganese always precedes 
iron in returning into the water zone. 

The result of these behaviours of the elements consists in nothing more 
than a larger accumulation of manganese in the water, with simultaneous 
decrease in the ratio of manganese to iron in the mud. 

This view is directly supported by the results of studying deposition. 
As a matter of fact, as one of the items in the study, which will be 
given precisely later, the writer determined the iron and manganese 
contents of the water in a collecting bottle that was kept suspended at 
depth. 

The result, which is given in Table 11. Iron and manganese 


Table 11, shows that the concentra- contents of the bottle water. 
tions of these elements in the examin- _ 


that in the surrounding water. - a (1935) | (1985) | (1936) 
(v. Tables 12 and 13). — ; 
These facts indicate that the €20; mg./l. 
larger part of the iron and manga- MnO mg./l. 
nese in the bottle water came, at Fe,0,/MnO 
least, from the deposit that had si 
dropped into the bottle. Moreover, 
the fact that the ratio of iron to manganese is smaller in the water 
than in the deposit (Table 15), proves conclusively that redissolution 
by reduction takes place more readily in manganese than in iron. 


ed water were always larger than asia) Nov. 11 Jan. 19 











39.4 | 23.7 | 5.10 


12.5 | 22.4 | 0.95 
| | 
3.15 | 1.06 | 5.37 

















Table 12. The iron content of the waters of Takasuka-numa during 
June 23, 1935—January 19, 1936. (reckoned as Fe,O; mg./1:) 








Depth (m.) June 23 | July 24 | Sept. 29 | Oct.20 | Nov.11 Dec.15 Jan. 19 

0 0.75 0.44 0.80 | 1.76 0.79 0.66 
1 0.50 616 1.30 | 1.83 0.53 

2 1.11 0.83 0.86 1.20 2.60 0.56 
3 0.75 0.89 3.02 0.73 | 1.81 2.01 0.57 
4 1.05 5.04 6.52 1.39 | 1.87 0.93 0.83 

5 | 4.00 14.4 17.7 21.8 2.47 

5.5 (6.75 36.9 27.9 1.75 5.87 
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Table 13. The manganese content of the waters of Takasuka-numa 
during June 23, 1935—January 19, 1936. (reckoned as MnO mg./1.) 


— ms 
Depth (m.) June 23 | July 24 | Sept. 29 | Oct.20  Nov.11 Dec.15 Jan. 19 


! 
| 
| 
| 
| 





0.06 0.02 | 0.40 | 0.87 0.24 


0 
1 0.05 0.01 | 0.21 0.85 0.50 0.14 
2 0.07 0.11 | 018 | 0.23 0.68 0.16 
3 0.07 111 | (0.45 0.70 0.45 0.18 0.20 
4 0.86 0.82 1.05 0.95 0.69 0.24 0.18 
5 11.2 11.2 10.3 10.6 0.84 

5.5 13.8 18.6 12.8 0.67 0.59 


Going a step further, it is expected that the ratio of iron to 
manganese in the lake water of Takasuka-numa has decreased to a con- 
siderable extent with lapse of time. 

As said above, a part of the manganese and iron that had once deposit- 
ed at the lake bottom returns into the hydrosphere with a ratio richer 
in manganese. The elements, thus returned to the hydrosphere, are now 
carried up by the circulation currents toward the upper layers, where 
they are oxidized and again precipitated to the bottom. The precipitated 
elements are then subjected to a second fractionation by reductive redis- 
solution, with a much larger proportion of manganese. 

Thus the repetition of such a cycle is expected to lead to a yearly 
decrease in the ratio of iron to manganese in lake water, also that in 
the deposits, and consequently in mud the ratio may have been gradually 
increasing from depth upward. 

Actually, the vertical variation in the ratio in muds seems to accord 
generally with this view. Indeed, with the exception of the surface 
value, whose deviation is comprehensible to a certain extent when we 
take into consideration the season in which the mud was sampled, the 
ratio decreases evenly from the deepest layer of the oldest deposition 
toward the surface that was deposited recently. 

It is also of some interest to examine the ratio of iron to manganese 
in the earth that constitutes the land surrounding the lake, which is 

regarded as the most im- 


Table 14. Chemical composition of the portant source of the iron 
soil surrounding Takasuka-numa and manganese in Taka- 
suka-numa. 
Sample from the Sample from the path | For this purpose, the 
northern bank along the west beach writer analyzed two kinds 
———— 2 ~ of soil samples, the one 
SiO, (%) 56.64 60.61 from the northern bank 
Fe,0; (%) 6.55 6.31 and the other from the 
Al,O; (%) 19.92 17.40 path that runs along the 
MnO (%) 0.13 0.10 | western beach, the result 
Fe,0,/MnO 50.4 | 63.1 | of which is given in Table 


ss * 
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In both samples, the ratio of iron to manganese varied between 
50.4-63.1, which is very large compared with that of the lake mud. 

From this result, it is also very probable that if iron and manganese 
were supplied from the surrounding land soils, reductive redissolution 
played an important part, resulting in the relative concentration of 
manganese. 


Next, it is worth mentioning that the concentration of manganese 
in the lake water seems to contribute to the geochemical separation of 
manganese from iron. 

In the vadose zone of the earth’s crust, iron is always accompanied 
with manganese. This is comprehensible when we consider the geo- 
chemical history of these elements. 

Indeed, we have learned that manganese is found in juvenile rocks 
only in the state of manganous compounds, while the higher oxides of 
manganese, such as pyrolusite, occur as vadose through the oxidation of 
manganous compounds by atmospheric oxygen, after the latter have 
been dissolved in water and brought up to the surface of the earth. 

The same may be said of iron. Since, it is then very natural that, 
in that condition wherein iron is precipitated as its higher oxide, manga- 
nese also is precipitated as such, we can easily understand that in 
the vadose zone of the earth’s crust, iron is always accompanied with 
manganese. 

Now, in vadose minerals, there is another relation between manga- 
nese and iron which cannot be overlooked. 

We usually find vadose minerals to consist mainly of iron with a 
little manganese, or mainly of manganese with a little iron, it being 
very seldom that we find minerals in which the ratio of iron to manganese 
had not such an extreme value. 

The geochemical process above mentioned is unsuited for explain- 
ing the relationship, because the process, although it brings about the 
mixing of the two elements, does not cause their separation, so that it 
is necessary to search for another geochemical process that makes the 
segregation of manganese and iron possible. 

As such a process, there is the returning of the manganese and 
iron by anaerobic decomposition of the organic detritus in the lake 
bottom that was fully discussed in the foregoing articles. 

Now this process could not have existed until that time when life 
first appeared on the earth, since when there began a cyclic process for 
manganese and iron. 





Oxidation —— » Precipitation 


‘ 


Redissolution <—— Reduction 


It is useless to repeat that, by the repetition of this cyclic process, 
manganese and iron gradually separated from each other, resulting 
in increase in the relative concentration of manganese in lake water. 


(25) 
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It is not difficut to imagine that, as the destiny of such a lake, 
segregation of wad would occur, slightly contaminated with iron. On 
the other hand, it is also not so rare to find limonite contaminated with 
a slight admixture of manganese. 

Thus we are led to the conclusion that the concentration of manga- 
nese in lake water, which is caused by the difference in the oxidation- 
reduction potential between iron and manganese, plays, at any rate, one 
of the most important parts in the geochemical fractionation of the two 
elements in question. 


Mud Deposition. 


The annual deposition of mud has been estimated repeatedly by a 
number of investigators. For example, A. Reissinger gave it as 11.8- 
20.7 mm. in Niedersonthofensee during 1914-32. But no estimate of its 
annual variation has ever been reported. 

In order to obtain some information in this respect, the writer 
carried out the following observations in Takasuka-numa for twenty 
months, and established the variation in the amount of deposition and 
the chemical nature of the deposits. 


Methods. 


From four to six wide-mouthed glass bottles were fixed in a wooden frame, and 
then suspended at a depth of 1 m. above the deepest bottom of the lake. At intervals 
of about 21-67 days, they were hauled up, and their contents examined. 


The sample of the deposits for chemical analysis was prepared as follows: 0.2 g. 
of the deposit, dried at 110°C., was digested with 2c.c. of boiling concentrated hydro- 
chloric acid in a small decomposition flask for about two hours: then 0.05 g. of potas- 
sium chlorate and 1 c.c. of the hydrochloric acid were added. After digestion for two 
hours more, 2 c.c. of the acid were again added, and the digestion was continued for 
another two hours. The liquid was filtered and washed and the filtrate condensed to 
50 c.c. 

The sample solution, thus prepared, was divided into sufficient portions for the 
determination of iron, aluminium, and manganese. Further treatment, together with 
the determinations of loss on ignition and total nitrogen were carried out as already 
described in a previous paragraph. 


Results and Discussions. 


Seasonal Variations in the Amount of Deposition (v. Table 15). 
Owing, unfortunately, to accidental loss of the equipment, for two 
periods, one between November 11 and December 25, 1935, and the 
other between June 21 and September 13, 1936, data are unavailable, 
although there is little doubt that in the former of these two periods 
there occurred much deposition, as proved by the following facts. 

Despite the heavy deposition that occurred during October 20- 
November 11, not only a large amount of solid matter remained in the 
lake waters on November 11, but its amount had increased from October 
to November, as will be seen from the determination of the residue on 
evaporation (v. Table 17 and Fig. 3). 
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Table 15. Annual variation in deposition in Takasuka-numa, 


and in its chemical composition. 





Date 
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| June 23— July 24— | Sept. 29—| Oct. 20— | Dec. 25— 


(1935-37) 





9— | Feb. 28—| Mar. 26— 














ly 1 
d July 24 Sept.29 Oct. 20 Nov. 11 | Jan. 19 | Feb. 28 | Mar. 26 Apr. 29 
a (1) (67) i | (ee) @ | @ | en | BO | 
Deposition during 
the whole period 
| (mg./em*.) | 131 306 160 230 18.5 39.3 35.5 153 
Deposition per day 
(mg./em?.) | 4.2 46 | 76 (10.5 0.77 0.98 1.82 | 4.60 
Loss on Igni- (%) | 19.57 19.84 | 19.61 | 19.17 17.92 15.80 15.15 14.40 
tion (mg.) | 0.828 0.907 1.490 1.970 0.138 0.150 | 0.200 0.648 
| 
Total nitrogen (%) 0.782 0.814 0.498 0.736 0.782 0.675 0.661 0.622 
(mg.) | 0.033 0.037 0.061 | 0.077 0.006 0.007 0.009 0.028 
| FeO, (%) 12.2 11.2 10.9 11.3 12.5 9.96 10.61 8.85 
(mg.) 0.52 0.54 0.83 1.17 0.10 0.10 0.14 0.40 
| Al,O; (%) 8.47 9.21 8.82 | 
(mg.) 0.083 0.122 0.897 
MnO (%) 0.46 0.63 , 0.338 | 0.94 0.70 1.038 098 | 1.12 
(mg.) | 0.019 0.029 0.025 | 0.099 0.005 0.010 0.013 0.060 
| } 
Date Apr. 29— | May 25— |Sept.13—| Oct. 4— | Oct. 25— | Nov. 25—| Dec. 26—| Jan. 31— 
da May 25 | June 21 Oct. 4 Oct. 25 Nov. 25 Dec. 26 Jan. 31 | Mar.5 
+ Gy 6) | @n (21) (21) (31) (31) (36) (33) 
Deposition during | 
the whole period 
(mg./em.*) | 78.0 95.4 258 |= 133 31.1 78.1 43.9 76.9 
Deposition per day aa | 
(mg./em*.) | 3.00 3.09 12.29 | 6.34 10.05 2.52 1.22 2.33 
Loss on Igni- (%) 14.95 | 15.47 20.06 16.16 
tion (mg.)| 0.449 | 0.478 | 2.467 1.625 
Total nitrogen (%) | 0.698 | 0.718 0.952 | 0.718 
(mg.) | 0.021 | 0.022 | 0.117 | 0.072 
Fe,0, (%) 9.35 9.04 11.64 11.78 
(mg.)| 0.28 0.28 | 1.42 1.18 
, Al,O; (%) 8.67 | 8.05 | 8.75 13.39 : 
| (mg.) | 0.260 | 0.249 | 1.075 1.345 
f MnO (%) 0.56 0.64 | 0.64 1.44 
(mg.)| 0.017 | 0.017 0.078 0.145 

It is quite natural to suppose from the foregoing that, in the suc- 
ceeding period, November 11 — December 25, still greater deposition oc- 
curred, the amount of which the writer estimated as follows: 

First, it was assumed that the whole autumnal deposition did not 
differ much in amount in the two years 1935 and 1936, so that the amount 
of deposition for the period September 14- December 24, 1935, was 
assumed to have been the same as that for the period September 14 — 
December 24, 1936. Consequently, 8.1 g. was obtained as the amount of 


‘ deposition per day during the period, November 11— December 24, 1935, 
and the gap in this was filled with a blank rectangle (v. Figs. 3 and 4). 

A distinct parallel will now be seen between the variation in deposi- 

tion and that in the mean values of the residue on evaporation in the 
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lake water from various layers, ranging from the surface to the bottom, 
as given in Fig. 3. For the same reason, the second gap between June 
21 and September 13 of the following year should have been filled with 


a moderate quantity of 
deposits, the deposition 
curve running similarly to 
that in the preceding year. 
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Fig. 3. Seasonal variation in 
the deposition in Takasukanuma 
and also in the mean residue on 
evaporation of the lake water 
(June 23, 1935— January 19, 1936.) 


The deposition through- 
out the one and a half 
years actually varied, as 
follows: 

The amount of deposi- 
tion that began to increase 
at the beginning of autumn 
1935, reached maximum 
during the period from the 
middle of November to that 
of December, after which 
it suddenly diminished to 
minimum from the end of 
December to the middle 
of January, the following 
year. 

This condition lasted 
until the beginning of 
spring, when deposition in- 
creased to some extent, 
after which it again slight- 
ly declined during the suc- 
ceeding time _ intervals, 
namely, April 19-— May 25 
and May 25—June 21. 
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Fig. 4. Annual variation in the deposition in 


Takasuka-numa, and also in its chemical composition. 


The last mentioned interval seems to have been followed by moderate 
deposition that continued till the end of summer. 
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Then, as it did in the previous year, a heavy autumnal deposition 
followed, which continued till the end of November, making it evident 
that the annual variation in deposition in Takasuka-numa has two 
Maxima, a distinct one in autumn and another one less distinct in spring, 
with a minimum in winter and a moderate (medium) deposition 
period ranging from middle spring to the end of summer. 

These maximum and minimum will hereafter be called the ‘autumnal 
vernal maximum’, and the ‘winter minimum’, respectively. 

In certain years, these maximum and minimum may come earlier 
and in others, later, as the result of meteorological conditions, etc., 
whence it is comprehensible that, in 1936, the autumnal maximum seemed 
to have begun and ended somewhat earlier than in the previous year. 

It is also remarkable that the autumnal maximum in 1936 differed 
from that in the previous year, the development of the two peaks in 
the graph being supposed to be the effect of meteorological conditions. 

At any rate, the diurnal deposition per cm.? varied between the 
two extereme values of 0.77 mg. and 12.29 mg. in dry weight, the deposi- 
tion for the whole year having amounted to 1.66 g. which would fill the 
bottom to a thickness of 5.88cm., assuming that the density and the 
water content of the deposit were as large as those of the bottom mud. 

It is also notable that this amount of deposition for the whole year 
surpassed all the values hitherto reported for various lakes. 


Chemical Composition of Deposits and its Seasonal Variations. (a) 
The loss on ignition was larger in the samples from the end of June to 
the beginning of November, the value varying between 19.17 and 20.06%, 
being smaller in the samples from the end of January to the end of June 
(14.40-15.47% ), and medium in the samples from November to the middle 
of January (16.16-17.92%). It is remarkable that the variation in its 
values occurred continually in order of magnitude evenly and smoothly. 

(b) The percentage of total nitrogen was found to vary between 
the two extreme values of 0.498 and 0.952%, without any regularity in 
its seasonal variations. 

(c) The percentage of iron reckoned as Fe.O; varied between 
8.85 and 12.5%. It might be mentioned that the values from the end of 
January to the middle of June were smaller, while those for the remain- 
ing half of the year were generally larger. 

(d) With the single exception of a very large value, 13.39%, for 
the period October 25 — November 25, 1936, the percentage of aluminium, 
as alumina, did not vary. much, lying between 8.47—-9.21%. 

(e) The percentage of manganese, as manganese oxide, varied 
between the two extreme values of 0.33 and 1.44%; no regularity was 
found. 

It is also of interest to compare the seasonal variation in the deposited 
amounts of these chemical components, which are represented graphically 
in Fig. 4. 

At a glance, the graphs for iron, the total nitrogen and the loss on 
ignition are seen to be shaped similarly to that for the total deposition, while 
the graph for manganese differs, indicating that the precipitation of 
manganese in the autumnal maximum was delayed compared with those 
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of iron and other components; the maximal point consequently appeared 


-later. 


This is easily explained by the difference in the oxidation-reduction 
potential between iron and manganese. As mentioned above, the 
potential is higher in manganese than in iron. At the end of autumn, 
when circulation of the water increases considerably, the potential in 
the deeper water gradually begins to rise, and a condition is reached 
in which the reduction of manganese proceeds easily, which, however, 
is difficult for ferric iron. Thus in such a season, in deeper water, the 
supply and accumulation of manganous salts still continue, and the 
manganese, thus accumulated, is carried upward by the circulation cur- 
rent, to undergo continuous oxidation and precipitation. Thus, as shown 
by the present result, complete precipitation of manganese follows that 
of iron. 


Factors Controlling Deposition. The following may be mentioned 
as the factors that control the amount and the character of the deposits. 

(a) The circulation of water, which is caused by cooling and by 
wind. On circulation, the water carries the substances accumulated at 
depth to the upper water and exposes them to further changes, while 
it whirls up the deposit that is settled in shallower bottoms, carrying it 
into depths. 7 

(b) The amount of suspended substances that are carried into the 
lake by influent waters. 

(c) The production of organisms, whose debris are partly deposited 
as essential constituents of the mud. 

(d) The temperature of the deeper waters, which controls the 
chemical changes that occur in the deposits after they have settled in 
the suspended bottles. 

When the present result of the foregoing studies in the amounts 
deposited is examined, it is easily found that the effects of the factors 
(a) and (d) are self-evident, while those of (c) and (e) are not so 
apparent. 

The effects were most obvious in the autumnal maximum. In fact, 
there is no doubt that the main cause of the heavy deposition was the 
circulation of -water by cooling. 

By the circulation of water, a large amount of iron, that was accu- 
mulated in the tropholytic zone in the preceding period of stagnation, 
was carried towards the upper water zones, rich in oxygen. Then there 
followed the oxidation of ferrous iron to ferric, which, in its turn, formed 
a flocculent hydroxide and precipitated to the bottom. 

It will easily be seen, therefore, that the percentage of iron in the 
deposit was quite large. 

At the same time, the fact cannot be overlooked that, during this 
interval, deposition of aluminium and total nitrogen increased to a smaller 
extent than iron, although they were still in fairly large proportions. 

Such a circumstance cannot be explained without assuming that the 
organic debris, as well as the clayey substances that had once settled 
on the shallower zone of the bottom, were whirled up into the water 
by the force of the water movement, and after being carried toward 
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the middle of the lake were deposited there. Such transference of 
deposits, no doubt, occurs during the period in question to a considerable 
extent. 

The effect of temperature of the bottom water is also evident. As 
will be seen from the preceding paragraph (Table 4) and also from 
the following Fig. 12, the temperature attains its maximum in the middle 
of autumn, so that in this season, the chemical changes that occur in 
the suspended bottle are expected to be accelerated considerably. 

Among the changes that could occur, fermentative decomposition 
of organic substances may be mentioned as the first, as was clearly 
proved by studies on the dissolved gases of lake waters, to be given later. 

Owing to decomposition, a considerable portion of the organic com- 
ponents of the deposit was consumed before the bottle was hauled up, 
so that the percentages of these components should be reduced, with 
consequent increase in those of the other components. Naturally, such a 
reduction is also conceivable in the case of iron, which would follow the 
above organic decomposition. But the escape of iron from the deposit, that 
is, the decrease in percentage of iron will often be insignificant compared 
with those of the organic components, hence, what follows is nothing but 
increase in the percentage of iron relative to those of the organic 
components. It is highly probable that the larger percentage of iron in the 
autumnal deposits, is due, partly, to just such circumstances. 

It must also not be overlooked that, in the development of autumnal 
deposition, the preceding season of summer stagnation plays an important 
part. 

The large amount of iron and manganese in the tropholytic zone, 
which forms a storage for the autumnal deposition, had been formed 
during the period of summer stangantion. Were this period absent, 
there would be no large precipitation in autumn. 

This is the case in the season that embraces the beginning of winter 
to the beginning of spring, when, despite the continuous circulation of 
water between the upper and deeper layers, there occurs only a slight 
deposition, owing to the fact that the greater part of the substances 
stored were deposited almost completely during the preceding seasons, 
leaving little to settle. 


IV. The Density of Lake Water. 
General Description. 


So far as the writer’s knowledge goes, examples of density determi- 
nation, in which the density of the lake water was measured directly, 
are very rare. The only example available being that of A. Hamberg,‘*"? 
who measured the density of the water at Lake Walloxen, a small lake 
near Upsala, in April 1909, when ‘the lake lay covered by ice, and found 
that the lake water had a density of 1.0003 at a depth of 1m. and 1.0005 
at a depth of 7.5 m. 

Little is gained by merely asserting that the density of water plays 
an important part in problems dealing with the circulation or the 





(21) Hamberg, Petermanns Mitteilungen, 57, II (1911). 
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stability of lake water. It is odd to find that, notwithstanding its im- 
portance, our knowledge of the density of lake water is so meagre. 

The writer puts it down to the fact that, for directly measuring 
the density of lake water, special and painstaking care is needed, demand- 
ing considerable time. 

Heretofore, when investigators desired to compute the density of lake 
water at a certain depth, they usually chose the easiest way, namely, 
they first measured the water temperature at a depth, next they ressort 
to a table for the value of the density of pure water corresponding to 
the temperature observed, and assumed this value for the actual density 
at that depth. 

A discussion based on a value of density obtained in such a manner 
can never be hoped to go very far. 

At the same time, it is well known that, at present, the method of 
measuring the temperature of deep water has been improved to such an 
extent that it is not a difficult task to attain an accuracy of one hund- 
redths of a degree, which is equivalent in the case of density of water to 
one two-millionths. 

When we reflect on the actual situation of our knowledge as just 
outlined, we are at once confronted with certain problems demanding 
solution, for example. 

(1) What is the difference in density of lake water and that of 
pure water? 

(2) What is the actual variation in the density of lake water with 
depth? 

(3) What is the actual variation in the density of lake water 
with season? 

(4) How does the density of water vary in the various kinds of 
lakes? 

(5) What is the degree of accuracy in the value of density as 
computed by the customary method just mentioned. 

These questions led the writer to undertake the following measure- 
ments: (1) Four series of determinations of the water density of 
Takasuka-numa were made between September and December, 1935, at 
six to eight different depths. (2) A similar determination was made 
in Kizaki-ko and Nakatuna-ko, both in Sinano Province, the following 
summer, the results and discussions of which will now follow. 


Methods. 


The bottles containing the sampled waters were tightly stoppered to prevent 
bubbles and other troublesome gas effects, both from inside and out, that are likely to 
cause changes in the density of the water. 

The determination of density was completed within 24 hours after the water was 
sampled, although in the case of samples, the density of which was likely to alter, they 
were determined within a few hours. 

For the determination, a Sprengel’s pycnometer was used, the temperature of the 
thermostat being controlled at 20.0°C. in the case of Takasuka-numa, and at 17.9°C. 
in the cases of Nakatuna-ko and Kizaki-ko the variation in temperature being kept 
within 0.05°, whereby the error in observation of the water density was kept within 
0.00001. But in the observations of September 29 and October 20, these conditions were 
not yet adequately fulfilled. 
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From these values at 20.0°C. or at 17.9°C., and from the result of 
temperature determination, the actual density on the spot was computed 
on the assumption that the coefficient of cubical expansion of the examin- 
ed water was the same as that of pure water. 

The values at 20.0°C. or at 17.9°C. are given in column (a), while 
those at the respective temperature on the spot, which were thus com- 
puted, are shown in column (b) in Table 16, 19 and 20. The densities 
of pure water at the corresponding temperatures are also given in (c). 


The Result from Takasuka-numa. 


The result of the determination in Takasuka-numa is given in 
column (a) in Table 16, which when compared with the data of hydro- 
graphical observation (Table 17), clearly shows that on September 29, 
the stratification in water density was parallel with those of a few of 
the chemical constituents. 

Here the value of the water density varied in the different water 
layers in the order of 1/10,000, and, barring the two exceptions of 
density decrease, one at a depth of 2m. and the other at a depth of 
5.5 m., the density on the whole increased from the surface towards the 
bottom. 

Although, in appearance, these two exceptions are identical, they 
are quite different in nature, which may be clearly shown when these 
values are nevertheless reduced to those at the respective temperatures 
on the spot, assuming that the coefficient of the cubical expansion of the 
lake water is identical with that of pure water. In fact, when we 
examine the reduced values given in column (b), it will readily be seen 
that the former decrease in density at a depth of 2m. has disappeared, 
while the latter, at 5.5 m., is still present. 

This point is quite important, because the latter decrease runs 
counter to the law of stability, whereas the former does not. 

It must be added that in the present case the water was not treated 
previously in any way whatsoever, and that the determination was 
carried out on it as a whole, including suspended matter, such as 
planktons, organic debris, etc. 

Therefore, it is not certain what part of the difference in density 
that was observed is owing to the presence of suspended matter, and 
what part to the water itself? 

In order to make this point clear, the writer, on October 20, conducted 
the determination in two different ways, the one on water not previously 
treated and the other on water that was filtered. 

For filtration, filter paper “Toyo” brand No. 5 was used, and pre- 
cautions were taken to avoid risk of changes in density of the water 
during filtration owing to oxidation by atmospheric oxygen, etc. 

This time again, waters that were not filtered showed decrease in 
density at 20.0°C. for two different depths, the one from 1 to 3m., and 
the other at a depth of 5.5 m.; and, as in the previous observation, when 
the observed values of density are reduced to those at temperatures on 
the spot, decrease at the upper depth disappears, while that at the bottom 
persists. 
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Table 16. Densities of the lake waters of Takasuka-numa (1935). 
























































| Date of compling Sept. 29 | Oct. 20 
Date o of determin. Oct. 20. 
Rings ms not filtered | net filtered 
Depth (m.) =a a b (°C) c a b (°C) c 
gi 0 0.9984 0.9980 (21.9°) 0. 99782 0. 9983 0.9985 (18.8°) 0.99847 
1 0.9985 0.9982 (21.3°) 0.99795 | | 0.9985 0.9988 (18.5°) 0.99852 
2 0.9983 0.9985 (19.2°) 0.99839 | (18.3°) 0.99856 
3 0.9985 0.9987 (18.8°) 0.99847 0.9984 0.9988 (18.2°) 0.99858 
4 0.9987 0.9990 (18.5°) 0.99852 0.9984 0.9988 (18.1°) 0.99860 
5 0.9987 0.9992 (17.3°) 0.99875 | 0.9985 0.9989 (17.3°) 0.99875 | 
5.5 0.9985 0.9991 (16.6°) 0.99887 | 0.9982 0.9988 (16.9°) 0.99882 
5.7 
| Date of mention Oct. 20 Nov. 11 
Date of determin. Oct. 21 Oct. 22 tee. 13° 
filtered filtered not filtered 
Depth (m.) a b a a b (@C) c 
0 0.9983 0.9985 0.9983 0.9985 0.99827 0. 99934 (13. 8°) 0.99930 
1 0.9983 0.9986 | 0.99826 0.99931 (13.9°) 0.99928 
2 0.9984 0.9988 | 0.99828 0.99933 (13.9°) 0.99928 
3 0.9985 0.9988 | 0.99827 0.99932 (13.9°) 0.99928 | 
4 0.9983 0.9987 0.9985 0.9988 | 0.99827 0.99933 (13.85°) 0.99929 
5 0.9984 0.9989 0.99831 0.99937 (13.85°) 0.99929 
5.5 0.9982 0.9988 0.99827 0.99934 (13.75°) 0.99930 
5.7 = 2°) 0.99987 
| Date of sampling Nov. nl 
— ——_—— Dec. 15 
| | Date of determin. Nov. 11 Nov. 12 
filtered filtered : | filtered 
Depth (m.) | a a b a* b (°C) c 
; 0 | 
1 | } 
2 | 
3 | 
4 0.99829 0.99935 | 
5 0.99828 0.99934 | 0.99828 0. 99934 | | 1.00008* 1.00039 (6.68°) 0.99994 
5.5 | 0.99826 0 99983 | 1.00003* 1.00034 (6.67°) 0.99994 
5.7 0.99823 0.99937 | 0.99823 0. 99937 | 
) a . densities at 20.0°C. 
b .... densities reduced to the temperatures of waters which are given in 
parenthesis. ; 
c .... densities of pure ‘ee at the temperatures of waters. 
a*.... densities at 11.0°C. 
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Table 17. Residue on evaporation and the potassium permanganate 
consumption of the lake — of Takasuka-numa in the autumn 1935. 














Sept. 29 Oct. 20 Nov. 11 Dec. 15 
| Depth |Resid. on Cons. of Se aE 
(m evap. KMn0, Resid. on Cons. of Resid. on Cons. of Resid. on Cons. of | 
| (mg./I.)__ (mg. /l.) L one. | ‘Eaind, | evap. | KMnO, | evap. | KMn0, 
piles Sears, MUM feewsictet : Seana 
| 0 127 183 | 120 33.4 190 19.7 | 126 | 206 
1 127 18.6 118 22.6 180 20.3 | 123 20.1 
2 16 | 17.1 | 12 19.5 181 194 | 117 | 196 
3 126 16.1 = | 22.) 133 18.0 125 | 18.1 
4 121 15.2 124 19.2 173 20.5 122 | 21.9 
5 | 201 23.6 203 44.7 | 178° 19.2 124 | 20.7 
| 6.2 | 128 | 166 
| 55 262 55.4 260 51.3 247 20.7 | 








It is worthy of note that the filtered water usually showed a smaller 
density than before filtration, the amount of decrease, particularly at 
a depth of 1m., was larger, with the result that the irregular stratifica- 
tion of water density found in unfiltered water at the 1-3 m. zone, dis- 
appeared in the filtered ones, even at 20.0°C. 

It is therefore concluded that of the two kinds of irregular distri- 
bution of density, the one found in the upper water zone was caused 
by unequal distribution of suspended matter in the various layers of 
this zone. In fact, the consumption of potassium permanganate shows 
that a smaller amount of reducible substances was always (not only on 
October 20 but also on September 29) present in the water at a depth 
of 2m. than in that at a depth of 1m., where the amount of decrease 
in density by filtration was specially larger. 

The nature of the decrease in density at the bottom differs also at 
this point. Since it persisted even after filtration, it was shown that 
the decrease was not connected, at any rate, with the suspended matter, 
which can be filtered away by filter paper. 

On November 11, although the water had practically circulated 
completely, as was shown by the smaller content of oxygen and by the 
larger residue on evaporation, circulation was not yet complete at the 
bottom, for which reason, the density of the water had become uniform 
at every depth tested, except in the deepest layers, so far as its value 
in the order of one ten-thousandths was concerned, although it showed 
a certain variation in the order of one hundred-thousandths, and not- 
withstanding which, it is notablegthat the decrease in density at 5.5 m. 
was still evident. 

Noteworthy also is the fact that, on December 15,°*) when the 
circulation was supposed to have been completed, a faint decrease in 
density was still evident, so that of these two anomalous stratifications 
of water many that were found at 20.0°C., that in the etvtand water 





(22) It is necessary to add that the density was measured this time at 11.0 °C. 
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zone was caused by uneven distribution of the suspended matter, and 
it disappeared in the actual distribution of water temperature, while 
that in the bottom still remained, the reason of which will be discussed 
later as a separate subject. 


Comparison of Results of the Two Different Methods for the 
Determination of Water Density, the Customary Method 
and the Writer’s Computation Method. 


A comparison will now be made of the value of the density itself, 
and of the gradient of the vertical variation in density. 


(a) The Density Value. This comparison is merely that between 
the writer’s values (a) and those of pure water (c) at corresponding 
temperatures. 

The difference between these two values varied between 0.00000 and 
0.0005. 

The former value was found at a depth of 5.7m. on November 11, 
and the latter 5m. on September 29. 

It is worth mentioning that this difference was somewhat larger 
during the stagnation period, especially at depths below the thermocline. 

At any rate, these results lead to the conclusion that the customary 
method of determining the density of lake water is followed by an error 
that is, at least, too small by 0.00000-—0.0005. 

Now, a difference in density of 0.0005 in pure water through 
variation in temperature, corresponds to a variation of 2.5°, which 
means that the customary method of determining the density of lake 
water often merely yields a result which is equivalent to that given by 
rough measurement of water temperature with an error of as large as 
2.5°. 

Consequently, if we continue the customary method in determining 
the density of lake water, we may frequently disregard, in our measure- 
ments of temperature, without hesitation, observation errors up to 2.5°. 


(b) Gradient of Vertical Variation in Water Density. The gradient 
of vertical variation in the water density constitutes one of the most 
important factors that determine the stability, that is, the resistance to 


the mixing of water. It is expressed by a where p represents the 


water density and z the depth. 

In Table 18, its values from the customary density determination 
are compared with those from the writer’s computation method. 

During the period of complete circulation, vertical variation in the 
water density is determined only by water temperature, because both dis- 
solved and suspended matter are distributed uniformly in all the water 
layers, except the bottom one, where a decrease in denstiy persists, so 
that during this season, the gradient of vertical variation in water 
density, as calculated from the values of density by the customary 
method does not differ much from that of the writer’s method. 


(36 ) 








Table 18. Gradient of vertical variation in the water density 
in Takasuka-numa (1935). 
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Depth Sept. 29 Oct. 20 (filtered) 
(m.) a | b a b 
0 | | 
1 > 2x10-6 1.3x 10-6 1x10-6 0.5 x 10-6 
2 > 3X »» 44x » 2X » 0.4x » 
3 > 2X » 0.8 » Ox » 0.2 » 
4 > 3X » | 0.56 » Ox » 0.2x » 
. > 2x » 2.3X 1x » 1.5x » 
5.5 4 (—)lx » 1L.2xK » (—)lx » 0.7X » 
° | | 
do , 
dz (c. g. s. units) 
d ‘ 
Beee- = , from the writer’s computation method. 
do 
b «++. dz’ from the customary method. 


In contrast to the foregoing, however, when the water stagnates 
and the distribution of both dissolved and suspended matter is not 
uniform, the water density is no longer a simple function of temperature, 
with the result that the two kinds of gradient of vertical variation in 
water density as calculated ‘by the two methods, differ considerably, the 
maximum difference being as much as 0.00025. 

It is scarcely necessary to add that the value of the change in vertical 
variation in water density found by the customary method is meaningless 
at the bottom, where the actual change in density was found to be quite 
the reverse. 


Decrease in Density at the Bottom. 


The most important result from Takasuka-numa was the discovery 
of reversed stratification in the density of lake water at the bottom. 

Since the water density usually increases with increase in the amount 
of solid matter dissolved in it, it will easily be understood that the 
density of lake water increases from the surface towards depth parallel 
with the increase in the amount of the residue on evaporation. Against 
this general relation, sudden decrease in density at the bottom is followed 
by a further increase in the amount of residue after evaporation, which 
precludes the possibility of the decrease being due to the lighter water 
with a smaller content of solid fnatter rising up from the bottom, so 
that we must look elsewhere for the cause of the decrease. 

The question now arises whether there is any substance in sufficient 
amount in the bottom water that causes a decrease to show in the density 
of water. 

As such a substance we could mention quite a number, namely, di- 
ethylamine, trimethylamine, the anilines, and the alkaline soaps of stearic 


(37) 
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and palmitic acids, as well as the wellknown examples of alcohol, ammonia 
etc., although it is difficult to suppose that any of these substances is 
present in the bottom water in sufficient concentration to cause a decrease 
in the water density observed. 

The effect of dissolved gases is also conceivable. According to the 
studies of K. Angstrom‘) and of J. Horiuti,(2*) the density of a liquid 
is reduced by the absorption of a gas whose density in the condensed 
state is smaller than that of the solvent, whence it is quite probable 
that the density of lake water is lowered by the dissolution of hydrogen 
and other gases of the hydrocarbon series that have densities less than 
water when they are condensed. Moreover, these gases are the products 
of fermentation at the bottom, which are accumulated there especially 
in large quantities during the stagnation period, when the decrease in 
density of the bottom water is also large. 

As shown in the following paragraphs, it is possible to compute 
the effects of the various gases dissolved upon the density of the lake 
water, and to prove that the decrease in question is caused partly by 
the unequal distribution of these gases in different water layers. 

However, as will be shown later, the decrease in density caused by 
unequal distribution of gases is only one-tenth that of the total, so that 
search must be made for other causes of the decrease. 

From one of the studies begun in this connection, it is probable 
that the decrease in the density is partly due to changes in the state of 
aggregation of the dissolved colloidal substances, such as hydroxide of 
iron, the details of which will be published in a separate paper. 

It will also be seen that it is not certain whether the two causes, 
the unequal distribution of dissolved gases and the variation in the state 
of aggregation of dissolved substances, are sufficient to explain the 
phenomena completely. It is hoped to carry out studies in this respect 
still further. 


Significance of the Decrease in Water Density at the Bottom 
in the Return of the Deposited Matter into the Water Body. 


Although, as just mentioned, the cause of the density decrease in 
the bottom water of Takasuka-numa is not yet clearly known, it can 
at any rate, be said to be true, that certain changes are going on in- 
cessantly at the bottom or in the bottom water resulting in decrease in 
the density of water there. 

Since a condition in which a heavy body lies upon a lighter one is 
unstable, granting, for sake of argument, that such a condition did at 
one time exist, it cannot continue. 

Decrease in the density at the bottom is an example of such an 
unstable state, and if such a distribution of density is once formed, the 
probability is that it will soon be disturbed by mixing of the upper with 
the lower water. 





(23) Angstrom, Ann. Physik, 15 (1882), 297-308. 
(24) Horiuti, Sci. Papers Inst. Phys. Chem. Research (Tokyo), 17 (1931-32), 126-256, 
257-264. 
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Nevertheless, we do find such a decrease, which tells nothing beyond 
the fact that the change which brings about decrease in the density at 
the bottom water is of a kind that occurs vigourously and constantly, 
rendering possible the persistence of such an anomalous distribution of 
density. 

Going a step further, the writer thinks it very probable that such 
a change, which acts in diminishing the water density, is taking place 
not only in the lake bottom, where its existence is readily found, but 
also in other places, where it is unnoticed. 

At the same time, the writer believes that there is more intense 
mixing of upper and lower waters in the lastnamed places, by which 
permanent establishment of density decrease is hindered. He, therefore, 
concludes that changes that bring about decrease of water density at 
the bottom, as well as that mixing up of the waters that follow, are of 
world-wide occurrence. 

The mixing of the waters in the bottom, which is accepted as of 
wide occurrence, has special significance in lake metabolism. 

As repeated above, the circulation or mixing of waters in the upper 
and lower layers plays an important role, giving back the products of 
anaerobic decompositions at the bottom to the upper water zones. 

It has been accepted for a long time that the two main factors, 
which control the circulation of water are wind and temperature. 

Wind gives rise to a current in the lake water, and this leads to 
mixing of the upper and lower waters. The conditions favourable for 
this mixing of water by wind are found during such seasons as when 
the surface water is frequently cooled by cold weather or by fall of 
temperature in the night. This is the period of circulation that one 
finds in Takasuka-numa practically through the greater part of the 
year, from the end of summer to the beginning of the next summer, while 
the remainder of the year constitutes the period of stagnation. 

During the latter season, that is, in summer, the surface water is 
warmed from day to day, and its cooling, even if it does occur sometimes 
can scarcely cause the water to circulate, which condition leads to the 
development of marked stratifications of various kinds chemical, physical, 
and biological. These are the general features attending the circulation 
of water in a lake. 

Now the changes that are responsible for the decrease in density at 
the bottom, as found in Takasuka-numa, and which is believed to occur 
also widely in other lakes, is important, seeing that it forms the third 
means by which the water is circulated, in addition to two preceding 
ones, which have to do with the wind and the cooling of the surface water. 

As just stated, decrease in water density at the bottom is followed 
by mixing of water of decreased density with the upper water, whereby 
a large part of the accumulated matter in the bottom water is enabled 
to be carried into the upper water zones. 

This process of carrying back the bottom substances up into the 
upper layer is extremely important, since it occurs in the bottom water 
during periods of stagnation when other means of circulation are virtually 
unavailable. Moreover it occurs more actively in this season than in 
others. 


(39) 
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Densities of the Waters of Nakatuna-ko and Kizaki-ko. 


The densities of the waters of Nakatuna-ko and Kizaki-ko were 
determined during the summer of 1936 at the Kizaki Station of the 
Imperial Fisheries Experimental Institute. 

The result is given in Tables 19 and 20. As was the case in the 
previous table for Takasuka-numa, the values of the water density at 


Table 19. Densities of the lake waters of Nakatuna-ko. 
(August 17-19, 1936.) 














re ws eee 
r | . sinned = 
0 0.99862 0.99713 | (248) | 0.99713 | 
1 22.6 
4 38.0 
5 0.99863 | | | 37.5 
10 0.99863 | 0.99964 | (10.9) 0.99964 39.3 
11 =| ~—(0,99863 0.99976 (9.6) 0.99976 
11.5 0.99866 | 0.99981 | (9.4) 0.99978 
12.0 | 0.99865 0.99982 | (9.1) 0.99980 
12.4 | 0.99866 | 0.99983 | (9.1) 0.99980 
12.6 . 0.99867 
12.7 0.99867 | 0.99985 (9.0) | 0.99981 39.3 
12.8 0.99867 | 0.99985 (9.0) 0.99981 81.8 
13.0 0.99867 | 0.99985 (9.0) 0.99981 94.1 


13.1 0.99869 0.99987 (9.0) 0.99981 





Table 20. Densities of the lake waters of Kizaki-ko. 
(August 7-9, 1936.) 


r+} (a) (b) —— (©) 
24 0.99864 0.99997 (6.1) 0.99996 
25 0.99864 0.99998 (6.0) 0.99997 
26 0.99864 0.99998 (5.9) 0.99997 
28 0.99864 0.99999 (5.7) 0.99998 
28.3 0.99865 1.00000 (5.7) 0.99998 
28.6 0.99865 1.00000 (5.7) 0.99998 
28.7 0.99864 0.99999 (5.7) 0.99998 


23.8 | 0.99865 1.00000 (5.7) 0.99998 


17.9°C. are given in column (a) and those that were reduced to tempera- 
tures on the spot in (b), while the densities of pure water at the respec- 
tive temperatures are shown in column (c). 


(40) 
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The water density of Lake Kizaki-ko exceeded that of pure water 
only by 0.00002 at the most. It showed a tendency to increase slightly 
with depth between the 24.0-28.1 m. levels, with an exceptional slight 
decrease at 28.7m. But it will be going too far to attribute this decrease 
of water density to the same causes that were proposed in the case of 
Takasuka-numa. This point should be carefully investigated. 

At layers ranging from the surface to a depth of 11 m., the density 
of the waters of Lake Nakatuna-ko practically did not differ from 
those of pure water. The difference, which first appeared at 11.5 m., 
grew larger with depth, the maximum difference, 0.00006, being found 
at the bottom, 13.1 m. 

The difference between the gradients of vertical changes in the 
water density by the direct and the computation methods did not exceed 
0.000002, one of the lake bottoms on which the matter was tested being 
that of .Nakatuna-ko. 


Effect of Dissolved Gases on the Density of Lake Water. 


The Calculation. In this chapter, the writer will discuss the effect 
of dissolved gases on densities of the water of Takasuka-numa, Naka- 
tuna-ko, and Kizaki-ko, using Angtrom’s dilatation coefficients of water 
for the absorption of a few of the common gases,‘**) and Horiuti’s formula 
in referring to the density change in a liquid caused by the dissolution 
of gas,‘**) and the writer’s own data of analysis in referring to the dis- 
solved gases in the waters of these lakes. (v. Tables 32, 33 and 35) 

Horiuti’s formula is 


b-Ae gi (d—8D,) 


where D, and D are respectively the density of the solvent and that of 

the solution, d is the normal density, i.e., the density of the solute at 

N. T. P. g is its molecular volume; Ps is the partial pressure of the solute 

gas, y is Ostwald’s solubility of the solute gas, and 6 is Angstrom’s value 
of the dilatation coefficient of water for the absorption of gas. 

The values of 6, d, and d—6D, for the five gases that are to be 
dealt with in the following paragraphs, are given in Table 21. 

The values of 6 for oxygen, 

Table 21. nitrogen, hydrogen, and carbon 

_ dioxide are quoted from Angs- 








| | é d d—éDy | trom, while for methane, since 
| —}|—_—— —— - —_ — | . . . . " 
0; | 1.18x10-8| 1.43x10-9 +0.80%10-3 its value is lacking, the arith 
ee Tika 126x » | —0.18x . | metical mean of the values of 
CH | 1.28% RE Set by | the four gases is adopted as its 6. 
| ‘i ‘| pp pee | If it is desired to calculate 
bh eee eee ee ie eee ie ie: ies ae 
| CO, | 1.27x » 1.96 » | +0.69 x ” 








the lake waters in question, due 
to the dissolution of the gases, 
by means of this formula, and to obtain results with an accuracy of the 
same order as in the data of the density of the lake waters observed 


(41) 
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above, the accuracy of the values that are to be inserted in the formula 
need not exceed two figures. 

The writer adopted R= 8.2, g = 22400; for T, 286 was chosen as 
the middle temperature between 6-20°C., for Dy, density 1.00 of pure 
water, free from dissolved gases, was taken. Finally for Psy was chosen 
the volume of a gas in one c.c. of water, converted into N. T. P. 


Two Kinds of Gases, the One Decreasing and the Other Increasing 
the Density of Water by Dissolution. According toCits) particular be- 


haviour towards change in density, gases may be divided into two groups. 


The one, to which d — dD, is positive, tends to increase the density 
of water by dissolution. To this group belong such gases as oxygen and 
carbon dioxide, whose molecules are rather large. The other, to which 
belong gases of smaller molecular weights, such as nitrogen, hydrogen, 
and methane, d — 6D, has a negative sign, and their dissolution brings 
about a decrease in water density. It is also notable that the smaller 
the molecule of the gas in question, the larger the decrease in the water 
density. 

Thus the diminishing effect upon the density of water is greatest 
in methane and hydrogen. 

Now, upon comparing the various behaviours of gases towards the 
density of water with the distribution of these gases in the lake waters, 
it is interesting to find that, excepting carbon dioxide, the greater part 
of which is dissolved in the combined or in the partially combined state, 
all the other gases are distributed in such a way that the deeper lying 
waters are influenced by these gases to become lighter than the overly- 
ing waters. 

As already mentioned, oxygen is a gas whose dissolution brings 
about an increase in the density of water, and the distribution of this 
gas in lake water is such that it is rich in the upper and middle layers, 
but poor and often absent, from the deeper layers. 

After all, oxygen is so distributed as to make the lake water heavier 
in the upper zones than in the deeper ones. 

In contrast to this, nitrogen, methane, and hydrogen, whose dissolu- 
tion results in decrease in the density of the water, are distributed in such 
a way that they are all poor in the upper water zones, getting richer 
towards the bottom. 

Thus the distribution of the latter gases in lake waters is such that 
the deeper waters tend to become lighter than the upper waters. 

Such a general relation in the distribution of dissolved gases in lake 
waters is not only obtained in Takasuka-numa, but in almost every lake 
in the temperate zone. 

It must be added that such a distribution of the gases helps the 
mixing of waters between the upper and lower layers, and plays one 
of the most important roles in the circulation of matter in a lake, a role 
that is especially important, for during the stagnation period, such a 
distribution develops to the highest degree when circulation by other 
means is interrupted, the mixing of the waters being thus made much 
easier than if distribution were otherwise. 

To this general relation, carbon dioxide seems to be an exception. 


(42) 
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In effect, this gas, which is distributed abundantly in the deeper layers, 
but less so in the upper layers, increases the density of the water by 
dissolution, and seems to make the water density in deeper waters 
greater, much more so than in the upper waters. However, as stated 
above, the manner of dissolution of the gas in lake water differs from 
that in pure water; in the former it is dissolved partly in the combined 
state and partly in the partially combined one. Therefore it is a question, 
what proportion of the amount given by analysis acts in increasing the 
density of lake water, as in the case of pure water. This is a point which, 
it is hoped, will be elucidated by further studies. 


The Results from Takasuka-numa. The change in the density of 
water AD = D—D, (in the following descriptions AD will be used in 
place of D—D,), which was calculated by means of Horiuti’s formula, 
will be found in Table 22. 

On comparing the values for various seasons and depths, we find that 

(1) AD for oxygen varied between 0.00000 ~ + 0.000023 during 
the period of observation (September 1935 — October 1936). 

The gradient of the change in density due to the dissolved gas with 


depth, aD) (m. was taken as the unit for the measure of depth) attained 
its snsiine (absolute value), 0.000013, on July 1936 at a depth between 


2 and 3 m. 
(2) AD for nitrogen lay between —0.000017 and —0.000036, and 


aD), 0.000006, was found on January 19 at a depth 


the maximum of its 





between 3 and 4m. 
(3) AD for methane varied between 0.00000 and —0.000086. The 


maximum of its aD) was found to be 0.000064 and 0.000077 on Octo- 


ber 20, 1935, at a depth between 4 and 5 m., and on October 4, the following 
year, at a depth between 5 and 6 m. 


(4) AD for hydrogen varied between 0.00000 and —0.000042, and 
the maximum of its aD) was found to be 0.000008 on July 25, 1936, 


at a depth between 5 and 5.5 m., and on October 4, the same year, at a 
depth between 5 and 5.5 m. 

Summarizing the result, it may be said that, of the maximum values 
of the gradient of the change in water density for the four gases, that 
due to methane was the largest in its absolute value, those for oxygen 
hydrogen, and nitrogen following in the order named. 

For the water depth, where the dissolved gases were completely 
analysed and the AD for these g4ses were all completely calculated, the 
sum of these AD, namely, the total change in the water density is also 
given as JAD. 

With the exception of the depth of 0m., in December, where 2AD 
had a positive sign, it is remarkable that YAD was always negative, 
that is, the total effect of the dissolved gases was to cause the density to 
decrease in all seasons and at all depths. 


( 48) 
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The maximum for the absolute value of }AD was found on October 
20, 1935, at a depth of 5.5m. and on October 4, the following year, at 
a depth of 6m. 

When compared seasonally, }AD increased from September until 
October, when it attained its maximum, after which it began to diminish. 

Finally SAD had the smallest values below 0.0000007 (except the 
deeper layers) in December, while it showed 0.000004 in November at a 
depth of 5-5.5 m., and in September 0.000025 at a depth of 4—5.5 m. 

Thus it seems that SAD had its maximum value in the deepest layer 
in October 1936, at a depth 5-5.5 m., namely 0.00014. 


The Results from Nakatuna-ko and Kizaki-ko. (v. Tables 23 and 
24). The values of AD as well as those of SAD, for any of the gases 
in question which we obtained for these lakes, lay always within the 
range of the two extreme values found in Takasuka-numa. 

AD was always found to be negative, and its maximum value (in 
absolute value) was found at a depth of 25m. in Kizaki-ko, and at a 
depth of 12.5 m. in Nakatuna-ko. 


Table 22. The change in the water density in Takasuka-numa 
due to the dissolved gases (4D x 10° = (D—Dh) x 10°). 


























Om. 1m. | 2m./ 3m. | 4m. |4.7m. 5m. 5.2m.5.6m. 6m. | 
| ———_—-—-| | |__| | 
Sept. 29 Oxygen +1.5 | +0.6 | +0.5 0 0 0 0 
| 1935 Nitrogen | —2.1 —2.1 
Methane 0 —0.1) | | 
Hydrogen 0 —0.1 
| £4Dx10°  —0.6 —2.3| 
Oct. 20 | Oxygen +1.5 40.9) +0.8 +0.9| | 0 | o| 
Nitrogen —2.2 —2.2 | —1.8 | 
Methane 0 0 —0.4 —0.4 | -6.8 6.3 | 
| Hydrogen 0 0 —4.2) 
| 24Dx10° = -0.7 —1.3 | -12.3 | 
Nov. 11 | Oxygen +1.5 41.4) 41.4, +1.4 | +1.4 +1.3) 
| Nitrogen  -—2.2 —2.3| —2.4| —2.8 —2.3 —2.3) 
| Methane 0 0 —0.1 —0.1 | —0.2 —0.2. 
| Hydrogen 0 | 0|-—0.1 0 —0.1| —0.1 
s4Dx105 | —0.7 —0.9| —1.1| —1.1| —1.2 —1.3 
| Dec. 16 | Oxygen 423/422 421/422/4+21) | (41.1 
Nitrogen | —1.7 —2.8 —2.8 | | —2.8| —2.8 
Methane 0 | 0 0 | | 0 0) 
| Hydrogen | 0 0 | 0] 0 0 
Z4Dx10°— +0.6, —0.7 | | —0.7 | | —1.7) 
| Jan. 19 | Oxygen +2.3/) +2.3) 42.2 +2.3/ +2.2| +2.1| | 
1936 | Nitrogen | —3.2) —3.2| —3.0| —3.0| —3.6) | 8.2 | 
Methane | —0.1| —0.1| —0.2| —0.3| —0.2 | 0.1 | _ 
Hydrogen 0 | —0.1| 0; Oo O- —0.1 
r4Dx 105 iad Mad Bax Mie —1.6 | —1.3 
| | 
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Table 22.—(Continued). 
|}Om. Im 

Feb. 28 Oxygen +2.2 +2.2 +2.2 

Nitrogen —3.0 —3.0 —3.0 

Methane 0 —0.1 —0.3 

| Hydrogen —0.2 0 0 

r4Dx10° | —1.0 —0.9 -11 

| Mar. 28 Oxygen +1.9 +19) +1.9| +1.9| +1.9 
Nitrogen | —2.6 —2.7 | —2.7 | —2.7 
| Methane | —0.1 | —§3 | 0 }|-0.1 
Hydrogen —0.1) 0 —0.1| - 0.1 

24Dx10° | —0.9 —0.9 —0.9 

| Apr. 29 Oxygen +2.0 | +2.2; +1.8 | +0.9 

Nitrogen —2.3 —2.3| —2.3| —2.4 

| Methane —0.1 —0.1) —0.1) —0.1 

Hydrogen | —0.2 —0.2 | —0.4 | —0.2 

24Dx10° | —0.6 —0.8 —1.8 

May 25 Oxygen +1.7| +1.7) +1.5| +1.0| +0.4 

Nitrogen —2.0| —2.2| —2.2| —2.4 

Methane 0 —0.1,/-0.1; 0 

Hydrogen —0.2 —0.1 | —0.1| —0.1 

24Dx105 = =—0.5 —0.9 | —1.4| —2.1 

June 21 Oxygen +1.7) +1.7| +1.6) +1.0) +0.1 

Nitrogen —2.0 —2.0' -2.1| —2.2| —23 

Methane 0 | —0.1 0 | —0.1| -0.1 

Hydrogen eo) @i\-82) 81 8 

r4Dx105 §=—0.3| —0.4, —0.6| —1.3| —2.3 

July 25 Oxygen +1.8) +1.8) +1.4| +0.1| +0.1 

Nitrogen —1.9| —1.9| —1.9| —2.1/ —2.3 

Methane —0.1 —0.1 —0.1|} —0.2| —0.8 

Hydrogen 0 | -—0.1 —0.1 0 | —0.1 

24Dx10° | —0.2, —0.3) —0.7| —2.2| —3.1 

Sept. 13 Oxygen +1.6 +1.5/4+04 0 

Nitrogen | —1.9 —1.7| —1.8 | —2.0 

Methane -—0.1 —0.4| —0.3) —2.3 

Hydrogen 0 0 | —0.1| —0.1 

24Dx10° | —0.4 —0.6 —1.8)| —4.4 

Oct. 4 | Oxygen +1.0 | +0.9 | +0.7| +0.6 

| | Nitrogen = -2.2 |-2.0| —1.8| —1.9 

| | Methane 0 | —0.3 | —1.0| —0.8 

| Hydrogen 0 “ —0.2| —0.1 

| 2£4Dx10° | —1.2) | —1.5 | —2.3 | —2.2 

Oct. 25 | Oxygen | +1.1/ 41.2/ 41.1] 41.1) 41.1 

| Nitrogen | —2.3|—2.2| —2.2| -2.2/-23 

| Methane | 0; OO} O} O/|-0.1 

| Hydrogen 0); O 0 0; oO 

| £4Dx10 | —1.2)—1.0 —1.1|—1.1| —-13 

| | 








} 
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+2.2 
—2.9 
—0.1 
—0.2 
—1.0 


+0.3 
—2.4 
—0.1 
—0.2 
—2.4 


—2.5 
—0.1 
—0.1 
—2.7 


—2.4 
—0.5 


—2.9 


—2.4 
—2.3 
—0.3 
—5.0 


22 


—4.8 


| —0.8 
| —7.8 


+0.6 


| —2.0 


—0.9 


| —0.1 
| —2.4 


+1.0 
—2.2 
—0.1 


/—-1.3 





2m.  3m.|4m. 4.7m. 5m, |5.2m.'5.5m.) 6m. | 
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~0.1 
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—0.1} 
—0.1| 
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| —0.9 | 
| —0.2 


—3.5 
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—1.5, 
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Table 23. Changes in the water density in Nakatuna-ko due to 
dissolved gases. (August 17-19, 1936.) 4D 10°. 


| 


Om. 2m. 4m. 6m. 7m. 8m. | 9m. |10m.)/11m. 11.5m.12m. 12.5m. 





/Oxygen +415 41.6 41.6 +2.0 41.3 41.0 +05 +01 +0.1 +0.1 0 | 





| Nitrogen 18 —18 —1.8 —2.0 —2.4 —25|-—25| —24|-2.6| —25 | 
_ Methane —0.1| —0.1| —0.1| —0.1 —0.1 —0.1| —0.8| —2.0 | —2.7) —4.3 | 
| Hydrogen 0 0 0 0 0 0 0 0 —0.4 —0.6 | 
/TADx10° —0.4 —0.3 —0.3 —0.1 —1.5 —25 | —832 —6.6 —7.4 | 


Table 24. Changes in the water density in Kizaki-ko due to 
dissolved gases. (August 7-9, 1936.) 4D~x10°. 











Om. | 1m. 2m. 5m. | 10m. | 15m. | 20m. | 25m. |28.8m. 28.9 m.| 
Oxygen +15) 416 41.6 418) 419) 418) +14 +408) +0.2 | 
Nitrogen —1.9 21/| -—26/ —27/| —27/ —27| —27 
Methane 0 | | @ |—01| -o2/] -os 
Hydrogen 0 0 | o 0 0 
VSD x 105 —0.4 | | | | 0.9 | —1.4 | —21 
| 
. v 
The maximum values of MEAD), 0.000036 and 0.000010, were found 
z 


between the depths of 12 to 12.5m. in the case of Nakatuna-ko, and 
between 20-25 m. in that of Kizaki-ko respectively. 


Decrease in Density of the Bottom Water of Takasuka-numa, and 
the Dissolved Gases. It has been shown that in Takasuka-numa, the 
four gases, oxygen, nitrogen, hydrogen, and methane, are so distributed 
that the deeper-lying waters tend to become lighter than those lying above 
them. Consequently, the total decrease in density due to the dissolved 
gases, and the gradient of its vertical change, increase with depth, while 
both attained their maxima in October 20, after which they became 
smaller with time. 

Parallelism is evident when we compare these results with data 
covering measurements of the densities of the waters of the lake, as 
already reported. Thus the density decrease in the deepest water report- 
ed can be explained partly by the dissolution of gases, but partly, because, 
as it will be shown in the following, the amount of decrease due to the dis- 
solved gases did not exceed 10 per cent of the total decrease observed. For 
example, the difference in water density, actually observed between 
depths of 5 and 5.5m., was —0.0002 in September and October, and 
—0.00003 in November and —0.00005 in December, while the correspond- 
ing density change by the dissolved gases was merely —0.000001, for 
example in November. Consequently, the observed difference in the water 
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density always rises higher by one figure to the density change due to 
the dissolved gases. 

When this point is taken into consideration, we are led to the con- 
clusion that a part of the decrease in the density of the bottom water 
of Takasuka-numa was naturally caused by the dissolved gases, although 
this part, presumably did not exceed 10 per cent of the total decrease 
actually observed. 

Moreover, there are, in a lake, various factors, operating to increase 
the density of water, but more so in deeper water than in the upper, 
such as the unequal distribution of dissolved solid matter in the upper 
and deeper waters. 

The observed decrease in density at the bottom is then nothing but 
a balancing of the actual density decrease and the accepted density 
increase. 

We must, therefore, assume an actual decrease in density that is 
greater in magnitude than the apparent decrease, and we must also assume 
the presence of a cause that is more conductive to density decrease. 


V. The Dissolved Gases in the Lake Waters, and 
their Significance in Lake Metabolism. 


General Description. 


As an example of an early study of the dissolved gases in lake water, 
we might mention that of A. Delebecque.) In the summer of 1894, he 
determined the content of oxygen by the method of Mohr, at various 
layers of Lakes Mont-Cenis, Bourget, Genéve, and Nantua; and in the 
following year, he and M. A. Le Royer boiled the sample water of Lake 
Genéve and collected the dissolved gases. ‘The oxygen was absorbed by 
alkaline pyrogallol solution and the unabsorbed gas reported as nitrogen. 

These analyses, done at that time with the utmost care, have to-day 
only a historical significance. 

During 1905-8, following A. Delebecque, E. A. Birge and Ch. 
Juday®) studied some Wisconsin lakes. The dissolved gases were also 
collected by boiling, and analyzed after Hempel. 

Stimulated by these studies, similar investigations were made re- 
peatedly of the dissolved oxygen in lake waters, for which a simple 
method of determination, such as that of Winkler, had been devised, the 
data from numerous lakes all over the world, in which practically all 
possible types of lake are represented, filling a bulky volume. 

In contrast to this, no studies have since been reported on other 
gases, of which may be mentioned nitrogen, hydrogen, methane, etc. 
In the circumstances, the old resuljs of Birge and Juday are still the only 
data available for discussing these gases in lake water. 

The strides made by limnology during the past thirty years is so 
striking that repetitions and extensions of determination of the latter 


(25) Delebecque, ‘‘ Les Lacs Francais,’’ (1898). 
(26) Birge and Juday, Wisconsin Geological and Natural History Survey, Bull., 22 
(1911), Scientific Series No. 7. 
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gases have assumed greater importance than before, while more accurate 
results by improved method of analysis or of procedure are greatly to 
be desired. It is also desired that continued observations for longer 
periods than heretofore be done on a particular lake for the purpose of 
obtaining a right understanding of the seasonal variations in the gases 
in different water layers, for only then the significance of the gases in 
“lake metabolism’ can be hoped to be elucidated. 

Indeed, if we regard a lake as life of a certain kind, as we did in 
the general introduction to this paper, lake water is nothing but the 
fluid that circulates through the body which sustains that life in this 
case, the lake. Therefore, as physiologists study the metabolism that 
takes place in a particular organ or in the whole body by analyzing the 
blood gases, analyses of the dissolved gases in lake water will no doubt 
supply us with the necessary knowledge of the metabolism that is taking 
place or has taken place in a lake or in a particular part of it. 

For this reason, the following studies were made as an indispensable 
part of the programm of the writer’s studies on “lake metabolism”. 

This study may be divided into three parts. 

(1) A study of the five lakes at the foot of Mt. Huzi, the object 
of which was to compare the distribution of gases (especially in deeper 
layers) between lakes of different types. 

(2) For the purpose of obtaining precise knowledge of the vertical 
distributions of gases in summer, the three chain-lakes of the Nisina- 
group in Nagano Prefecture, were examined. 

(3) The study of Lake Takasuka-numa, Saitama Prefecture, was 
for the purpose of obtaining records of the annual variation in the pro- 
portions of these gases at different water layers. 

In these studies, which were made during 1935-36, parallel with the 
examinations of the dissolved gases, nitrogen, hydrogen, methane, and 
total carbonic acid (free, partially, and totally combined), as well as 
oxygen, the determination of pH, temperature, transparency, and 
the potassium permanganate consumption, and also the iron and manga- 
nese contents of the lake water were carried out. The results will be 
given in the following Tables and Figures. 


Methods. 


The water was sampled with either a Kitahara or Eckman’s bottle. The latter 
bottle was found unsuitable for sampling waters at intervals of less than a few score 
cm., because, in turning the bottle, a considerable amount of the surrounding water is 
stirred. Therefore in comparing water layers at such small intervals, for example, 
in the deeper layers of Nakatuna-ko, Kitahara’s water bottle was sunk slowly and pulled 
up very slowly the first 1-2 m., allowing the surrounding waters to remain undisturbed. 

The water temperature was read from a reversible thermometer attached to the 
Eckman bottle. 

The pH of the waters was determined by the colorimetric method, using phenol-red 
and bromo-thymol-blue. 

Oxygen was determined in two different ways, by Winkler’s iodometric method, 
and by “the carbon dioxide method” to be described later. The values in the foliowing 
tables are those by the former method. 

Nitrogen, methane, and hydrogen were expelled by means of carbon dioxide, and 
then analysed as usual after Hempel. 
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The total carbonic acid was determined by the method of Petterson, modified by 
L. W. Winkler,“’) and further improved in certain points by the writer and his 
co-workers. 


The Carbon Dioxide Method of Winkler, Modified by the Writer. The usual 
method for expelling the dissolved gases from water is that by boiling, which, however, 
has a number of drawbacks, chief among which is the difficulty of transporting the 
apparatus and the cumbrous work of setting it up and handling it on the field, besides 
the need for a source of heat. 

For these reasons, the writer used the method of expulsion by means of carbon 
dioxide bubbles, after Winkler, with modification in certain points. 


The procedure. About 10g. of crushed marble are placed in a glass bottle, whose 
capacity (about 500 c.c.) is determined exactly beforehand. The bottle is then filled with 
the sample water and furnished with a glass funnel (b) to which about 15c.c. of 25% 
hydrochloric acid are added. Next, the gas burette (a) is fitted 
to the funnel with a connecting stop-cock (g), which is 
previously filled with water and the cock closed after connection. 

The burette is filled with 10% caustic soda solution, to which 
50 gm. of Rochelle salt have been added per litre. Capillary tube (e) 
as well as head funnel (c) are also filled with the same solution. 
While this is being done, a part of the hydrochloric acid in the 
funnel (b) is made to gradually flow into bottle (A), yet no marked 
reaction occurs. Stop-cock (g) is then opened. Violent reaction 
first occurs, and bubbles of the evolved carbon dioxide ascend, 
carrying along with them other gases from the sample water 
through the liquid in the burette. 

During the passage of the gas bubbles through the caustic 
soda solution, the carbon dioxide as well as the other gases that are 
soluble in alkali, are completely absorbed, leaving only insoluble 
gases in the burette. During this‘process, to facilitate evolution of 
gas, the level of the liquid in the reservoir (f) is kept slightly 
lower than the level in the burette. 

For complete absorption, fresh alkali solution is made to flow 
down from the head funnel along the wall of the burette by opening 
cock (d). In the cold season, when the evolution of carbon dioxide 
is frequently very feeble, the bottle (A) is warmed by hot water 
(k). Expulsion of the dissolved gases is usually completed in 40 
minutes. After closing cock (g), the burette is disconnected at (J) 
and rocked backward and forward several times in order to secure 
complete dissolution of the soluble gases. The burette is set up 
again vertically, left standing for a while, and the readings of the 
volume of the unabsorbed gas, the temperature, and_ the 
atmospheric pressure are taken. Pyrogallol solution and fresh 
caustic soda solution are next made to flow down the burette from 
the head funnel for the absorption of oxygen. After treatment with alkaline pyrogallol 
solution, the volume of the unabsorbed gas, as well as that of oxygen, is determined. 





Errors Liable in the Carbon Dioxide Method. The errors inherent to the present 
method may be divided into the following two: the error in method, which can occur 
only through some defect in the method, and the errors in observation, which, for ex- 
ample, may occur in reading the scale, etc., and which may be+or—. The writer 
examined these two kinds of errors separately. 


Errors in method. At room temperature, air was continually bubbled through 151. 
of distilled water for a few hours until the water was saturated with air. The water 
was then transferred into three bottles by a syphon, and the dissolved oxygen in each 
bottle was determined in the following three different ways. 





(27) Winkler, ” Trink- und Seeiienen) in Lung-Berls chemisch- technischen Siew 
suchungsmethoden ”’, 7. Auflage, Band I, 573. 
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First, the gas in one of the three bottles was determined by Winkler’s carbon 
dioxide method, that in the second bottle by the usual boiling method as modified by 
the writer, and that in the remaining bottle by the iodometric method, the results of 
which are given in Table 25. 

When we compare the values of oxygen with one another, it is found at once that 
the value obtained from the carbon dioxide method is the largest, that from the boiling 
method the least, and that from the iodometric method intermediate, a result that was 
expected from the beginning. Of the three, the iodometric method is the most direct and 
consequently the most reliable. That the value from the boiling method was smaller 
than that from the iodometric method, is easily explained as being due to the in- 
complete removal of the dissolved gases from the examined water by the boiling method. 
On the other hand, that the carbon dioxide method showed a larger value than the 
iodometric method, is probably due to the fact that the dissolved oxygen in the caustic 
soda solution, used for the absorption of carbon dioxide, is also partly expelled and 
is added to the gases from the examined water, leading to the erroneously larger value 
observed. An error of this kind also occurs with other gases dissolved. Thus the value 
of the unabsorbed gas that was left over after treatment with alkaline pyrogllol 
solution, is always smaller with the boiling method than with the carbon dioxide method. 


Table 25. Comparison of the three different methods for 
determining the dissolved gases in water. 


Oxygen (c.c./I.) Unabsorbed gas (c.c./1.) 


Mean observa- Mean observa- 


Result tion error Result tion error 
a --- The carbon dioxide method 7.69 14.84 
7.70 14.91 
7.62 14.70 
7.68 14.84 
7.67 + 0.03 14.82 +0.06 
| b--+ The boiling method 7.28 14.83 
7.34 14.61 
7.24 14.63 
7.29 +0.04 14.69 +0.09 
| e@-++ The iodometric method 7.524 
| 7.530 | 
H 7.534 } 
7.529 +0.007 0.13 





The difference between the 0.38 
values from a and b 


The difference between the 0.14 
values from a and c¢ 


The difference between the 0.24 
values from b and c 








Table 26. The error in sampling the water and in its transference. 








| | Oxygen (c.c./l.) Unabsorbed gas (c.c./l.) | 

hy pais : = i aI itt a is Rial ee 

An example with Kizaki-ko (a) 6.10 15.40 | 
(August 6, 2058.) (b) 6.10 15.40 
Another example with Nakatuna-ko | (a) 0.20 | 17.29 

(August 19, 1936.) | (b) 0.20 | 17.40 | 
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Next, quantitatively, the oxygen value from the carbon dioxide method was found 
to be larger by 0.14 c¢.c. than that from the iodometric method, which is taken here as 
the standard, while the value by the boiling method is smaller by 0.24 c¢.c. than that by 
standard method. Besides, as referred to the standard, the two values deviate in op- 
posite sense, the magnitude of the deviation by the carbon dioxide method being about 
half that by the boiling method. Thus it is concluded that the value from the carbon 
dioxide method is nearer to the right value than that from the boiling method. 

It is also remarkable that in both methods, the difference between the values of the 
unabsorbed gases that were left after the removal of oxygen, does not exceed 0.13 c.c., 
which is only one-third the difference between the oxygen values, 0.36 c.c., given above. 

It would seem more natural if the above values by both of the methods under ex- 
amination, had differed by double the difference between the oxygen values, when it 
is considered that the volume of the unabsorbed gases is close to double that of oxygen. 

But, as already said, actually this is not the case, the reason for which probably 
is that the treatment after expulsion of the dissolved gas, such as that with pyrogallol 
solution, affects the oxygen differently to what it does the unabsorbed gases. At any 
rate, the small difference in the values of the unabsorbed gases by the two methods, (the 
true value being assumed to lie between these two values) is better suited to the de- 
termination of the gases in question, because there is no simple and accurate method of 
determining the unabsorbed gases, as the iodometric method does for oxygen. 

Next, we must discuss the errors in method to which both methods are subject. 
As just said, the true value for the unabsorbed gases lies between those given by the 
two methods, but the question is, at what point between the two does the correct one lie? 

Assuming that the true value is the mean of those by the two methods, we get 
0.07 c.c., but if we assume that the values by the two methods deviate from the true in 
the same proportion as they did from the value by the iodometric method in the case of 
oxygen, the error by the carbon dioxide method works out to 0.05 ¢.c., and that by the 
boiling method to 0.09 c.c. 

Whichever assumption we may make, the errors from method in both cases, namely, 
the deviation in the values of the.unabsorbed gases from the true value, do not exceed 
0.1 ¢.c. Consequently, should we wish to carry out the determination of these gases 
where an observation error of 0.1 is of no serious consequence, then the observed values 
may be taken as true without correction. 

Summarising the foregoing, the writer concludes that: 

(1) The carbon dioxide method proved to be equal to the boiling method, judged 
from the point of error in method, in determining the dissolved gases of lake water 
other than oxygen. 

(2) In analysis, where an error of 0.1 is admitted, the value by the carbon dioxide 
method can be taken as true, without any correction. 


Errors in observation. Upon comparing, next, the observational errors peculiar 
to the various methods, it is obvious that the mean error is least in the iodometric method, 
intermediate in the carbon dioxide method, and largest in the boiling method. 


In addition, certain advantages make the carbon dioxide method more appropriate 
for field work. 

(1) By using from five to six sets of apparatus, simultaneous determination can 
be carried out by a single worker. 

(2) The apparatus being simple, in the event of damage, it could be set up again 
with the aid of readily accessible substitutions and makeshifts, which, however, is fairly 
difficult with the boiling method. 


An Examination in the Error in giuaties the Water and in Transferring it into 
the Measuring Bottles. (Table 26.) This error could be minimized with sufficient care. 
The two pairs of examples in the table will suffice. Each pair consists of the results of 
analyses on two different samples obtained from the same depth, at two succeeding 
samplings. The following results are mostly the mean values of a duplicate analysis. 


Determination of Carbon Monoxide. The oxygen was absorbed with the alkaline 
pyrogallol solution from the gas that was expelled by the carbon dioxide method, and 
the unabsorbed gas charged into a storage tube (Fig. 6) for sending it to the laboratory 
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for analysis. The analysis was carried out by the usual Hempel method; the procedure, 
by which the determination of carbon monoxide was made, was found to be worth 
discussing. It has been repeatedly reported that the 
absorption method by ammoniacal cuprous chloride 
solution gives an unusually large value to this gas. 
For this reason, even where the presence of carbon 
monoxide was proved by the cuprous chloride method, 
the writer tried also the spectroscopical test with the 
use of diluted blood on the same sample. The test 
proved that there was no trace of the gas in any of 
the samples that had been shown to contain consider- 
able amounts of it by the cuprous method. Therefore, 
in later analyses, the samples were tested first for the 
gas by the blood method, and if its absence was shown 
Fig. 6. as was usual in the writer’s case, the treatment with 
cuprous chloride solution was omitted. 





The Boiling Method. The original method of Treadwell‘) has two drawbacks. 

(1) It was often found difficult to secure air-tight connection between the leading 
tube (C) and the gas burette (B). 

(2) Some errors arise in the reading of the volume of the expelled gas owing to 
the fact that the dissolved gases are eliminated by a number of expulsions into the 
measuring burette, which are measured, and the sum of the readings is taken as the 
volume of the total gas obtained. 

S. Sintani, the writer’s co-worker, improved these two defects by means of the 
following modification, and succeeded in securing more accurate results. 

First, for remedying the second defect, besides the burette (B.:), which corresponds 
to burette (B) in the original method, a second burette (B:) was installed. The gas, 
which was driven into burette (B,), in several instalments, was collected into the 
measuring burette (B.), where the total volume was measured after it was ascertained 
that no more gas remained in the boiled flask. 

In order to improve the first point, (R) was furnished with a side-tube, and the 
parts (I), (R), (K) and (C) were filled with mercury before the boiling was started. 


The procedure is as follows. 

A round flask of about 250 c.c. capacity, whose exact volume when level with the 
etched line at the neck, was previously determined, is filled with the sample water. 

Into a rubber stopper, a glass tube (R) is inserted through a hole in it, until a 
small opening blown near the fused bottom of the tube, appears just below the bottom of 
the rubber stopper. The stopper is then pushed down into the flask to the etched line. 
While this is being done, a part of the water in the flask will flow into the tube, which 
is then raised, so that the side hole is buried in the rubber. In this way, the apparatus 
is made air-tight, after which the flask is connected with the other parts of the 
apparatus, as shown in Fig. 7. 

By raising (I), and by releasing the screw cock (p), the mercury is made to flow 
into (R), (K) and (C). The cock (q) is closed so that the connection between 
(q) and the connecting tube (C) is cut, while the tube (B:) is connected with the ex- 
terior by the three-way cock (s). The reservoir (N:) is then raised and the burette 
(B;), as well as the capillary to the cock (s), are filled with mercury. By giving the 
cocks (s), (r), and (t) a suitable turn, and by raising the reservoir (N:), the burette 
as well as the connecting capillaries (1s) and (rt) are filled with water. 

The screw-cock (p) is now opened and the reservoir (I) is lowered. The mercury 
then flows back into the reservoir, when there develops a vacuum in the bulb (K). 
When the top of the mercury reaches just above the cock (p), the latter is closed, and 
the reservoir (I) is dipped into boiling water to warm the mercury in it. 


The tube (R) is now pushed into the flask until the small opening reaches below 


(28) Treadwell, ‘‘ Lehrbuch der Analytischen Chemie”’ II (1923), 638. 
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Fig. 7. 


the lower surface of the rubber stopper. Evolution of gas begins immediately. The re- 
servoir (N,) is lowered, and the cock is turned so that the bulb (K) and the burette 
(B:) are in connection. The flask (A) is heated to boiling as soon as possible. Here, it 
is necessary to regulate the level of the mercury in the reservoir (N:), to prevent the 
water in the flask from flowing over into the receiving burette (B:). When a sufficient 
amount of gas has been driven into the burette (B.), the stopcock (q) is closed and the 
gas is transferred into the burette (B:). After this operation is repeated several 
times, the reservoir (I) is raised and the screw-cock (p) opened. Hot mercury is poured 
into the flask, whereby the level of water in the bulb (K) is elevated and the remaining 
gas is completely transferred into the receiving burett (B:) and finally into the measur- 
ing burette (B:). As soon as the evolved gas is completely transferred into the 
burette (B.) and brought into equilibrium with the surrounding temperature, its volume 
is read. The gas is then analyzed. 


Determination of Total Carbon Dioxide. The apparatus used for this determina- 
tion is the same as that for the boiling method. In place of mercury, the reservoir (1) 
is charged with concentrated hydrochloric acid. About 0.01 g. of aluminium wire is 
placed into the flask, after which the flask is filled with the sample water and stoppered. 
The apparatus is set up in the same way as in the “boiling method”. The air in the 
bulb (K), which is drawn out into the burette (B:) by lowering the reservoir (N;), is 
then expelled through the three-way cock,(s), whose operation is repeated several.times. 
Then, when the bulb is exhausted of air, the glass tube (R) is pushed into the flask. 
Evolution of gas immediately begins. The screw-cock (p) is now opened, and hydro- 
choloric acid is made to flow into the flask (A). A lively decomposition of carbonates oc- 
curs with the evolution of hydrogen gas which, in turn, is caused by the action of the 
acid upon the aluminium. When the evolution of gas is subdued, the flask is heated to 
boiling, and the remaining carbon dioxide expelled. 
After reading the volume of the gas that has been collected in the burette (Bz), 
the gas is led into the Orsat tube, and the absorbed carbon dioxide determind. 
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Study of the Five Lakes at the Foot of Mt. Huzi. 


The determination was carried out during August 19-22, 1935. 
Tables 27-31 show the results of observations, from which the following 
parallelism could be established. 


Parallelism in the Degree of Eutrophication and that of Nitrogen 
Saturation. In the paper previously cited“ D. Inaba pointed out the 
existence of a parallelism in the amounts of plankton and of protein nitro- 
gen in his observation of the five lakes in the winter of 1934, where the 
amount of plankton and the degree of eutrophication (the latter, 
judged from the amount of protein nitrogen), which are the largest in 
Syozi-ko, decrease in the order of Yamanaka-ko, Kawaguti-ko, Nisino- 
umi, Motosu-ko. 


0.1 102 23 
Motosu-ko 


Syozi-ko 


Nisino-umi 





Kawaguti-ko + $0.1 9 
- /106 


/ 


Yamana-ko 01 é 103 


O-----< 


-o-----o- Amount of plankton 

-o———e Protein nitrogen (mg./l.) 
-e-----e- Degree of nitrogen saturation (%) 
~o——o- Methane and Hydrogen (c.c./I.) 


Fig. 8. 


Table 27. Motosu-ko. 








August 19, 1935 (1.30-4.00 P.M.), Transparency 12.56m., Atmospheric pressure 688 mm. 


‘Depth Temp. | WH Oxygen Oxygen | Unabsorbed Nitrogen | Nitrogen Methane Hydrogen 
m. oc, |F | e.c./L. % gases e.c./l.| c.c./l. % | ecfl. | -¢e;/l. 


22.8 |6.9| 5.63 | 101.8 
228 | | 


noe SO 


| 

L 

| 

| 
| 


5) 21.6 |7.0| 5.60 | 99.3 
10| 21.5 7.0) 5.60 | 99.7 | 

















15) 143 (69) 

20 98 68| 7.79 | 107.8 | | 

30, 6.9 | | | | 

5 6.5 | 15.12 | | 

i | \ 15.0 | 102 0.03 | 0.11 





120 6.1 |6.4| 6.67 84.5 15.03 
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Table 28. Syozi-ko. 
August 20, 1935 (5.40-9.00 A.M), " ‘Transparency 5. Om., Atmospheric pressure | 
690 mm. 
a Temp. pH Oxygen Oxygen Unabsorbed Nitrogen , Nitrogen| Methane Hydrogen “Calon 
°C. ¢./l. % igasesc.c./l.) een. | % | ees. | ees. | c.c./l 
0 | 225 ral 5.77 | 108.6 
2 5.90 | 
| 
5 22.3 |7.4| 6.00 | 107.5 | | 
10 20.5 |7.4) 5.82 | 100.6 | | 
12 15,4 |6.4) 2.98 46.5 16.17 15.3 126 0.4 0.4 | 0.1 
Table 29. Nisino-umi. 
August 20, 1935 2. 20- 5.00 P.M.), Transparency 10. 5 m., Atmospheric pressure 
690 mm. 
‘Depth Temp. pH ws i Oxygen Unabsorbed| Nitrogen Nitrogen Methane | Hydrogen) 
m=. | “he. “A. 70 gases c.c eft. e.c./l. e.c./l. | c.e./L. 
0 | 23.0 7.3 5.58 101.1 
5 | 21.7 |7.4| 56.72 101.2 | 
10 | 147 8.18 | 126.6 
20 12.0 7.3, 8.10 117.6 
30 5.5 7.0) 7.00 88.2 | ml 
40 5.2 6.8 | 6 50 80.3 15.4 102 0 0.2 
62 | 52 68) 644 79.6 | 
| 
7 | 5.2 6.5) 15.53 
Table 30. Kawaguti-ko. 
August 21, 1935 (9.55 A.M.-1.50P.M.), Transparency 5.0m., Atmospheric pressure 
696 mm. 
Depth Temp. H Oxygen Oxygen Unabsorbed| Nitrogen | Nitrogen | Methane | Hydrogen 
| m. oc, | P™! «c.f. % | gases c. efi. e.c./L. % | ¢.e./L. c.c./l. 
>i — Te aes 3s ye 
0 23.1 |7.9) 5.86 | 105.6 | | | 
2 23.1 7.9 5.92 | 106.6 | 
| 5 228 |7.9| 5.89 | 1053| §% | 
| 8 20.8 (6.7, 4.01 | 69.2 | 
9 | 172 |64| 0.20 | 382] | 
| 10 164 |64) 0.10 1.9 | 
11 15.0 |6.4| 0.11 1.7 
11.5 150 | | | 18.26 13.1 106 06| (OO 0.1 
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Table 31. Yamanaka-ko. 








August 22, 1935 (8-10 A.M.), Transparency 5.5m., Atmospheric pressure 686mm. 





Depth Temp. H Oxygen Oxygen Unabsorbed Nitrogen Nitrogen) Methane Hydrogen 
m. C. P | ¢.e./L. | % j\gases c.c./l.| c.c./l. | % | c.c./L. e.c./l. 











a igs 
23.7 |7.9| 5.63 | 104.0 














0 | 
2 23.3 (7.9) 5.72 | 104.8 | | 
é, 5 | 21.7 |7.9| 5.60 | 998 | 
6 | 21.5 | 7.7] | 
7 | a2 |7.1 
8 209 6.9! | | 
9 20.4 |6.7| 1.09 | 19.0 | | 
1020.1 |6.5) 1.21 | 206 | | 
10.5 20.0 65/ 089 | 153) 11.63 | 11.5 103 0.1 0 


It was also seen from the writer’s observation that the distribution 
of nitrogen and other gases in the deep waters varies in a similar order. 
In fact, the degree of nitrogen saturation in the deepest waters was 
always more than 100% in all the five lakes, and its maximum value, 
126%, was found in Syozi-ko, which is the most eutrophic, while in 
the other lakes, the degree of saturation of this gas decreased in the 
above order of eutrophication. Thus it was 106% and 103% in Kawa- 
guti-ko and Yamanaka-ko, both moderately eutrophic, and 102% in 
Nisino-umi and Motosu-ko, the least eutrophic. 

The conclusion is that the degree of eutrophication of a lake runs 
parallel with that of saturation of nitrogen gas in the deepest water 
in summer. 

Such a conclusion indicates that, although the greater part of the 
nitrogen in the deepest water might have come from the atmosphere, a 
considerable part was no doubt supplied by the denitrifying decomposition 
going on in the bottom water or in the bottom deposits. 

Since, in an eutrophic lake, the quantity of organic debris deposited 
is large, much more decomposition is expected to occur, whence it is quite 
natural to find there a large production of free nitrogen as was found 
above. This point will be referred to again. 


Methane and Hydrogen. The two other members of the unabsorbed 
. gas family after treatment with alkaline pyrogallol solution, were 
methane and hydrogen. The sum of the volumes of these gases per 1 
litre of water was 0.1 c¢.c. in Motosu-ko, 0.2¢.c. in Nisino-umi, 0.1 ¢.c. 
in Yamanaka-ko, 0.1¢.c. in Kawaguti-ko, and 0.9c¢.c. in Syozi-ko. We 
find here, as in the case of nitrogen, the largest methane and hydrogen 
: content in the most eutrophic lake, the cause of which can also be as- 
cribed to the intense decomposition in the bottom. 
iH Since the values approximate the observational error, precise com- 
parison and discussion of the values in the remaining four lakes are 
omitted. 
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Chemical Studies in Lake Metabolism. 


Study of the Nisina Lake Group in Nagano Prefecture. 


A study was carried out during August 7-19, 1936, for the purpose 
of establishing precise vertical distributions of the gases that are not 
absorbed by alkaline pyrogallol solution. 

In Lake Kizaki, 11 different water layers were examined with inter- 
vals of 1-5 m. in the upper layers and with that of 0.3-0.5m. in the 
deeper layers. The samples from the surface and from depths below 
20m. were completely analyzed, the results of which showed that the 
samples from the intermediate layers must have had oxygen and nitrogen 
up to 99%. In the case of these intermediate layers, therefore, the 
collected gas was merely treated with alkaline pyrogallol solution, the 
unabsorbed gas being treated as nitrogen.‘ 

In Nakatuna-ko, 14 different layers were examined with an interval 
of 1-2 m., except in the deeper layers, where the interval was reduced 
to 0.5—0.2 m. 

Owing to weather conditions and to difficulties in obtaining various 
articles necessary in prosecuting these studies, determinations in Aoki-ko 
were not so reliable as in the case of the other two lakes. 


The Vertical Variation in the Degree of Saturation of Nitrogen Gas. 

(1) The amount of the dissolved nitrogen gas, which increased 
evenly with depth, suddenly decreased, although slightly, at the bottom. 
(The data from Aoki-ko does not follow this general tendency, to which, 
however, little importance can be attached, because of less accuracy in 
the observation of this lake.) 

(2) The degree of nitrogen saturation was always above 100%, 
except in Nakatuna-ko at depths of 0, 2 and 4m., where the degree was 
either 100% or just below it. 

(3) Maximum saturation lay always slightly below thermocline. 
In the case of Nakatuna-ko, a second maximum was found at a depth 
of 12m. 

Such vertical distribution of nitrogen may be very common in many 
lakes during the period of summer stagnation, and the way in which 
such a distribution develops, is easily conceivable. As is usually the case 
with oxygen, from autumn to winter, abundant nitrogen is absorbed 
from the air and supplied to the water in all the layers during this 
period of circulation, while from the following spring to summer, the 
waters are daily warmed from the surface. This warming occurs in 
two different ways: (a) by the direct absorption of radiation and 
(b) by the mixing of the warmed water with the underlying cooler water. 

In the latter way, the deepest water, which lies beyond the effective 
limit of heat radiation, can also be gradually warmed. 

At any rate, from the rise in temperature of the water, decrease 
in solubility of nitrogen gas as well as those of other gases in water, 
results. Consequently, the degree of gas saturation in water grows 
larger, often exceeding 100%. 


(29) Here and in the following descriptions, the term “dissolved nitrogen” means 
dissolved nitrogen and argon. 
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Fig. 10. Nakatuna-ko (August 17-19, 1936.) 
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Fig. 11. Aoki-ko (August 18, 1936.) 
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Table 32. Kizaki-ko. 





August 7-9, 1936. 






































Depth) Temp. H Oxygen Oxygen Unabsorbed| Nitrogen Nitrogen | Methane |Hydrogen 
m. 0G, | P™ | ec./l. % ‘\gases c.c./l., c¢.c./l. % c.c./l. c.c./I. 
0 24.5 (6.9; 5.51 101.6 10.94 | 109 | 108 0 0 

1 6.9) 5.49 11.20 

2 6.9| 5.70 11.13 

5 216 |6.8) 6.29 110.1 12.12 (12.1) 110 

10 12.0 |6.5) 6.76 97.4 14.80 (14.8) | 112 . 

15 7.5 |6.3/| 6.22 80.5 15.40 15.4 106 0 0 
20 6.6 |6.2| 4.81 61.0 15.80 | 156 | 105 0.2 0 
25 6.0 |6.0; 2.81 35.1 15.97 15.7 | 104 0.3 0 
28 5.7 16.01 | 108 

28.8 5.7 16.03 15.5 | 0.5 0 
28.9| 5.7 |6.0| 0.74 9.2 15.82 | 

















Table 33. Nakatuna-ko. 





August 17-19, 1936. 
























































‘Depth Temp. | 4 Oxygen |Oxygen | Unabsorbed ot Nitrogen | Methane |Hydrogen 
| m. | ~. \P c.c./l. % gases c.c./l.| c.c./l. | % | ¢e.e./l. e.c./l. | 
mace — id Gi Ge ara 4" 
0 | 248 (6.8) 5.29 98.1 10.62 10.4 | 100 | 0.2 0 | 
2 | 24.7 |6.8] 5.40 100.2 10.55 10.3 | 99 0.2 0 | 
4 | 246 |6.8) 5.41 100.2 | 10.37 10.3 | 9 0.1 0 
6 | 20.9 7.0) 6.91 119.5 | 12.08 11.9 | 107 | O12 0 
7 | 185 (6.4) 4.35 71.8 | 
8 | 14.9 |6.1| 3.60 55.2 13.81 13.7 | 111 0.1 0 
9 | 124 |6.1| 1.27 18.5 | 
| 10 | 10.9 (6.0) 0.49 6.9 | 14.37 143 | 107 0.1 0 
| 11 | 96 |6.1) 0.22 3.0 | 15.59 1438 | 104 | 13 0 
11.5, 9.4 | 17.35 142 | 102 | 381 0 
12.0; 9.1 |6.3) 0.21 2.9 19.73 149 | 106 | 42 | 0.4 | 
12.5 9.1 (6.4; 0.11 1.4 21.47 14.3 | 101 | 6.8 06 | 
| 12.7; 9.0 | 20.83 13.9 100 | 6.1 08 | 
| 12.8; 9.0 |6.4| 0.10 1.3 | 
! } | } 
Table 34. Aoki-ko. 
August 18, 1936. 
| Depth Temp. H Oxygen | Oxygen | Unabsorbed | Nitrogen Nitrogen | 
m. °C. P | ¢.e./L. % | gasesec.c./l. | c.c./L. % 
| | | | 
0 25.0 6.8 5.47 102.1 11.12 (11.1) 106 | 
5 24.0 7.0 | 6.63 1029 
10 10.0 | 7.4 | 899 123.8 15.10 (15.1) | 111 | 
15 72 | 70 | 887 107.8 | | 
20 6.5 66 | 17.70 97.3 15.64 | (15.6) 1066 
30 5.9 64 | 6.73 83.9 
40 5.5 63 | 6.54 80.6 15.12 (15.1) 100 | 
50 5.0 6.2 | 6.30 76.7 15.51 (15.5) 101 
57 50 | 62 | 5.48 667 | 
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This is the case with the metalimnion where, although the warming 
effect from the above two causes is still sufficiently strong, escape of 
the nitrogen, in excess, is greatly hindered. In the surface layers, 
however, the nitrogen excess has a better chance of escaping from the 
water into the atmosphere, so that the degree of saturation is kept at 
100% or near it, notwithstanding that the warming effect is greatest 
in these layers. 

On the other hand, in the deeper layers, where the temperature 
elevation of the water is small, no marked supersaturation was found. 

Thus in summer, the degree of nitrogen saturation that starts from 
the surface value of 100% or near it, increases towards the bottom and 
attains maximum at a layer slightly below thermocline, from which it 
decreases towards the bottom, as established. 

A brief discussion is also necessary regarding the origin of the 
second increase in the degree of nitrogen saturation at the bottom, such 
as was found in a layer near the bottom of Nakatuna-ko. 

This increase, no doubt, has no relation to the factors above 
considered, but owes its origin to the denitrifying decomposition that 
occurs at the bottom, as was suspected to be the case in Syozi-ko, and 
was proved conclusively in Takasuka-numa, as will be referred to later. 


Methane and Hydrogen. These two gases, besides oxygen and nitro- 
gen, represent the two other dissolved gases from these lakes, which 
were abundant in water layers below 20m. in Kizaki-ko and in those 
below 11m. in Nakatuna-ko. The content of these gases in water layers 
less deep, never exceeded 0.2 c.c. per litre. 

The parallelism that was pointed out as existing between the content 
of these gases at the bottom water and the eutrophication of lakes in 
the case of the five lakes at the foot of Mt. Huzi, was here also found true; 
the content of these gases in the bottom water greatly exceeded that 
in Nakatuna-ko, which is more eutrophic than Kizaki-ko. 


Comparison of Oxygen with Nitrogen. The difference in form of 
the curves of oxygen and nitrogen is worth mentioning. 

Oxygen starts also from the surface value of its degree of saturation, 
100% or near it, and increases with depth, as was found in the case of 
nitrogen. But, in contrast to nitrogen, it attains maximum at a less deep 
layer, lying slightly above the thermocline. Oxygen also differs from 
nitrogen in that the degree of saturation, as well as the absolute amount, 
begins to decrease suddenly and evenly from the maximum layer towards 
the bottom. 

No doubt, this difference in the distribution of these gases is due 
solely to differences in the chemical nature of these gases, seeing that, 
physically, the two are similar. 

Chemically, however, the two differ distinctly from each other. 
Owing to its activity, oxygen is easily consumed in the decompositions 
that go on in the water, while it is produced in the assimilation process 
by phytoplankton in sufficiently illuminated water layers, so that the 
oxygen content of the water is controlled by these two kinds of chemical 
changes as well as by its exchange, namely, the supply from the air and its 


(60) 


— ae LL 


1939] Chemical Studies in Lake Metabolism. 435 


escape from the water, which occurs at the surface of the water. 
Nitrogen, on the contrary, is practically inert, the content of this gas 
in the water being virtually determined solely by the gaseous exchange 
that takes place at the surface. It is true, of course, as said above, 
that in many lakes nitrogen evolves in the bottom layer, and that the 
fixation of this gas in the water is also possible. However, the effect 
of these two changes is insignificant on the content of this gas in the 
waters of the upper and middle layers of a lake of medium size or larger. 

Then, by accurately tracing the distribution of nitrogen, it may be 
possible to obtain some knowledge of the physical factors that control 
the distribution of the dissolved gases in the water. On the other hand, 
we may find in the oxygen curve the total effect of these factors, physical 
as well as chemical, that is, assimilative production and consumption in 
decomposition. Therefore, by comparing the distribution of oxygen 
with that of nitrogen, we may obtain the most reliable knowledge of 
the net effect of assimilation and dissimilation upon the oxygen in lake 
waters. Further discussion in these respects will be reserved until 
sufficient data are obtained. 


The Study of Takasuka-numa. 


Observations were begun in September 1935, and continued to the 
end of October the following year. (v. Table 35) 


Water Temperature. (v. Fig. 12) The circulation of water, 
which began towards the end of summer in 1935, proceeded to such an 
extent that, on October 20, the water layers, ranging from the surface 
to the depth of 4m., had practically the same temperature, while on 
November 11, the temperature difference between the surface and the 
bottom layers was only 0.6°. 

On January 14, the water began to freeze, and continued till January 
19, when the lake was covered almost completely by ice, leaving uncovered 
only a small area in the south-eastern corner of the lake. The ice, which 
was 33 mm. thick on the east coast, and 45 mm. at a point 50 m. distant, 
melted away on February 23. From this time onward, the water was 
gradually warmed, but had not yet been sufficiently stabilized, the 
isothermal, therefore, still running vertically. 

Toward May, the temperature gradient grew quite steep, the tempe- 
rature difference between the surface and the bottom layers being more 
than 15°C, the deeper waters having completely stagnated. This stagna- 
tion continued till the beginning of autumn, when a sudden mixing of 
waters occurred and a distribution of temperature, similar to that in 


the previous year, again set in. ‘ 


Nitrogen. (v. Figs. 13 and 14) Degree of saturation. The nitrogen 
in the water was found to have increased in all the water layers at every 
observation from September 1935 to the following January. 

This increase, needless to say, was brought about by supply of the 
gas from the atmosphere in order to satisfy the increased solubility of 
this gas in the waters caused by lowering of the temperature. 
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Fig. 12. Annual variation in the isothermals in Takasuka-numa. 
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Fig. 13. Annual variation in the nitrogen content of the lake waters 
of Takasuka-numa (c.c./1.). 
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Fig. 14. Annual variation in the degree of saturation of nitrogen 
in the lake waters of Takasuka-numa. 


What is noteworthy is that, this supply of nitrogen from the air 
was satisfied very quickly, as is evident from the fact that degree of 
nitrogen saturation lay always between 96 and 100% with two exceptions, 
one at a depth of 5.5m. on October 20 and the other at the surface on 
November 11. 

At any rate, the above period which covers the season from the end 
of summer to the middle of the following January, is a period when 
the waters are more or less in a state of undersaturation with respect 
to nitrogen, this gas being continually absorbed by the water from the 
atmosphere. For this reason, this period may be called the “period of 
nitrogen absorption’, which completes the annual cycle with the “period 
of nitrogen escape” that follows. In the latter period, owing to the 
warming of the water, the excess of nitrogen is expelled from the water 
into the atmosphere. , 
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From the foregoing observations in the Nisina Lake Group, it was 
ascertained that this escape of nitrogen into the atmosphere is hindered 
considerably, and that in every one of the cases examined, a maximum 
value of more than 110% in the degree of saturation of nitrogen gas was 
observed. Now in the case of Takasuka-numa, owing to the smallness 
of the lake, the water is easily mixed, as a consequence of which the 
escape of nitrogen from the surface is greatly facilitated. In this lake, 
therefore, it is very rare to find a value of more than 105% for the degree 
of saturation of nitrogen gas. 

The value of 110%, found at a depth of 2m. on June 21, and 113%, 
at a depth of 5.5m. on July 25, represent the only two exceptions. The 
latter was, no doubt, due to the evolution of nitrogen caused by anaerobic 
decomposition of organic debris at the bottom, which will be discussed 
later, while the former was due to too rapid temperature rise in a 
particular layer that did not allow an immediate effect on the nitrogen 
percentage. 

At all events, the general conclusion is that, in a shallow lake, as 
in the case of Takasuka-numa, ingress or egress of nitrogen to or from 
the hydrosphere takes place so soon that the nitrogen contents of the 
waters are always suited to the temperature variation of the waters. 

This point will be found to be far more important when we consider 
that that is the case also for other gaseous constitutents of the lake water, 
for example, oxygen, which is similar to nitrogen in nature, as will be 
discussed later. 


Nitrogen gas evolution at the bottom, and its effect on the gas content 
of the waters. Along with the study of the dissolved gases in lake water, 
direct measurements of the gas evolution at the bottom were made and 
an analytical study of them was carried out in the following way. 

A glass bell-jar was suspended at about 50 cm. above the bottom in the 
deepest part of the lake, which, after a certain period, was hauled up, 
and the volume of the gas accumulated in it measured and its chemical 
composition examined, with results as given in Table 36. 

The gas, which had accumulated during the period from May 25 to 
June 21, 1936, and which amounted to 221 c.c. per day/m.*, was shown 
to be composed mainly of nitrogen, its percentage being 95.77%. 

There are many reasons for supposing that this proportion of the 
gas is not what it was at the time the gas was evolved. 

First, it is very likely that a certain chemical change occurs in some 
of the constituents of the evolved gas mixture while in the bell-jar. 
Second, when the evolved gas bubbles rise up toward the jar, it is also 
likely that gaseous exchanges occur between the gas bubbles and the 
water. Thus, both these causes might bring about a measurable change 
in the composition of the evolved" gas. 

It is also conceivable that the change in the gaseous composition 
cannot be so large as to make it difficult to surmise the chemical com- 
position of the gas at its beginning from that of the gas after storage 
in the bell-jar. 

Then, as shown by the composition of the stored gas during the 
period from May 25 to June 21, it is highly probable that considerable 
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Table 36. Volume of the gas, accumulated in the suspended 
glass bell-jar and its composition. 











May 25 - June 21 September 13 - October 4 
Composition | Accumulated Composition | Accumelated | 
| % per day/m*. 7 per day/m?. 
‘ 3 cr Cay/m': 
Nitrogen 95.77 211.7 10.34 144 
| Methane 2.60 5.7 | 80.83 1129 | 
| Hydrogen 0.05 0.1 6.44 90 
| Carbon dioxide 0.24 0.5 | 1.12 16 
| Oxygen 1.36 3.0 0.80 11 
| oe. 0 0 0.47 7 
—(+ | — (+4 





221.0 | 1397 





October 4- October 25 October 25- November 25 | 





| Composition | Atrount ‘ce, | Composition | Amomntee, | 
~ _per day/m*, | 4% na per day/m2. | 
Nitrogen 20.27 112 32.69 14.4 | 
Methane 73.66 408 61.30 27.1 
Hydrogen 4.31 24 | 3.82 1.7 
| Carbon dioxide 0.88 5 | 0.23 0.1 
| Oxygen 0.34 2 1.02 0.5 
CpHon 0.54 3 0.95 0.5 
| —ae am, Sd 
| 554 44.3 


evolution of nitrogen occurred with the slightest evolution of other gases 
at the bottom, a result that agree well with the foregoing results of 
observation on the dissolved gases at the bottom water during the time 
in question, that is, early summer. 

Indeed, the amount of nitrogen in deeper waters was found to in- 
crease during two periods, namely, the one just preceding and the other 
succeeding the period in which the above measurement of gas evolution 
was made. Thus, in the former period, from April 29 to May 25, the 
nitrogen value increased from 14.2¢.c. at 5m. and 14.3 c.c. at 5.5m. to 
14.5c¢.c. and 14.7 c¢.c. at corresponding depths, while in the latter period 
from June 21 to July 25, it also increased from 14.1c.c. at 5.5m. to 
15.4 c.c. at the same depth. 

Such an increase in nitrogen value in the deeper water layers can 
be explained only by evolution of this gas in the bottom water or in the 
mud, because the season now in question is that in which nitrogen 
escapes, hence one would naturally expect to find a decrease of this gas 
in the deeper waters, which, however, is contrary to the present case. 

These circumstances indicate that the formation of nitrogen at the 
bottom began as early as the end of April and continued to the end of 
July, at least, with considerable intensity. 
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The fact also that no increase in nitrogen was found during May 
25 to June 21, does not contradict the above direct observation of nitrogen 
evolution, it being easily understood if we assume that, during this 
period, there were circumstances owing to which a more rapid escape of 
the gas took place. 

The conclusion, therefore, is that, in Takasuka-numa, evolution of 
nitrogen occurs to such an extent that its content in deeper waters often 
increases notwithstanding its tendency to decrease, owing to rise of 
temperature in the water layers in question. 


Evolution of nitrogen and the bottom temperature. As shown in 
the foregoing paragraphs, the temperature of the bottom water is 
minimum in January, whence it begins to increase towards autumn, 
attaining maximum at the end of September or in the beginning of 
October. 

Now, if the denitrification at the bottom is accelerated by rise in 
temperature, which is usually the case in ordinary chemical changes, 
the amount of gas evolved should increase from spring towards autumn, 
and attain maximum between September to October. 

The writer’s result is contrary to this expectation. The amount of 
evolved nitrogen decreased from 212c.c. per day/m.2 (May —June, 
when the bottom water was still cold) to 144¢.c. (September 13 —Octo- 
ber 4), and further to 112c.c. (October 4—25), when the bottom water 
was quite warm. 

The evolution of nitrogen by denitrification at the bottom is thus 
apparently independent of the temperature of the bottom water. 

As the causes of such behaviour in denitrification at the lake bottom, 
the following three are conceivable: 

(1) Smallness of the temperature coefficient of the reaction velocity 
of denitrification. 

(2) The optimal temperature of denitrification is comparatively low. 

(3) The existence of a certain factor that acts against rise of 
temperature upon denitrification. 

As to (1) and (2), the writer lacks sufficient information to enable 
him to deal further with the problem, while (3) may be claimed to 
represent, at least, one of the most important causes of the observed 
phenomenon, and which the writer attributes to diminution in the nitrate 
reserve in the water. 

As is well known, pre-existence of nitrate or nitrite is an indis- 
pensable condition for the evolution of nitrogen gas. Besides these, 
ammonium salts also part with their nitrogen when they come in contact 
with one of the intermediate products of nitrate reduction, nitrite, under 
favourable conditions. ¢ 

Now, since in the case of the deeper waters of a lake, the main or 
often unique source of these salts, is organic deposits, evolution of nitrogen 
in the lake occurs in the following stages: 





aerobiosis ———— anaerobiosis 


| Organic deposits | — | Ammonia | — +| Nitrate | —+ | Nitrogen gas 
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Of these three steps in the process, nitrate production occurs more 
in aerobiosis, while for reduction of nitrate, which in turn leads to the 
final evolution of nitrogen, an anaerobic condition is required. 

Thus for the evolution of nitrogen gas, two different conditions, 
namely, aerobic and anaerobic, are necessary. In the former condition, 
much nitrate is formed and stored in deeper waters, and when the condi- 
tion turns to anaerobic, then reduction of the nitrate begins, resulting in 
the formation of nitrogen. 

That such a change from aerobiosis into anaerobiosis did occur 
during the period between April 29 and May 25, has been conclusively 
shown by the oxygen value of the deeper waters. In fact, on April 29, 
there was still sufficient oxygen, even in the deepest water, whereas on 
May 25, the water at a depth of 5.5m. was already completely deprived 
of its oxygen, this depletion of oxygen extending thereafter into less 
deeper water zones. 

It is, therefore, only natural that we found a heavy production of 
nitrogen, as much as 214¢c.c. per day/m.* in May —June, following the 
turning period. 

When such an anaerobiosis had continued for a certain period, it 
is also natural that the stored nitrate should be gradually consumed and 
the production of nitrogen eventually checked, which will thus be admitted 
as the most probable reason for the nitrogen evolution being checked 
towards autumn, despite the rise in temperature of the bottom water. 

To the writer’s regret, there is no result of a simultaneous determi- 
nation of ammonia and nitrate contents of lake waters that should 
support his views, although it is fortunate that his views are supported 
by Yoshimura’s observation in 1930, provided it can be admitted that 
the bottom metabolism took place that year in the same order that it 
did in 1936. 

The following quotations are from Yoshimura’s paper) (in Japa- 
nese) that relates to the present discussion» 

“In May, the water began to stagnate and, at a depth of 5m., a 
sudden increase in ammonia was observed. This increase in ammonia 
lasted to the end of August, when the accumulated ammonia suddenly 
vanished...... 

“With the beginning of the period of stagnation, the nitrate content 
of the waters increased actively for a while, but this did not last long, 
and the nitrate content began to decrease. The decrease was more 
evident in autumn, the reason for which is not yet certain...... 

“Also, the organic nitrogen in the deeper waters increased slightly 
at the beginning of the period of stagnation, but it decreased to that value, 
that is customary in the period of stagnation.” 

When these observations of Yoshimura are compared with the 
writer’s views, we find many points in agreement, so that the former are 
regarded as supporting the latter view. 

It is also worth while comparing the writer’s result with that of the 


(29) Yoshimura, The Geographical Review of Japan, 6 (1931), 733-736. 
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laboratory experiment that was carried out by R. J. Allegeier, W. H. 
Peterson, Ch. Juday, and E. A. Birge.@ 

These authors filled a number of glass bottles with samples of the 
bottom deposits of Lake Mendota, Wisconsin, to which was added a 
sufficient amount of water. The bottles were left to ferment at different 
temperatures, and the evolved gases examined after a lapse of about 
100 and 200 days. 

Of the results of this experiment, the most important to the present 
problem is that the percentage of nitrogen in the fermented gas in the 
bottle at lower temperature exceeded that of higher temperature. 

Such a result can no doubt be understood only by assuming that 
denitrification itself is suited to a lower temperature, or that it is inter- 
fered with by a certain external force, for example, by the effect of 
methane or hydrogen fermentations, which are greatly accelerated by 
rise in temperature owing to their larger temperature coefficients. 

Another result, also worth mentioning here, is that within the range 
of temperature examined (7°-55°C), the percentage of nitrogen in the 
fermented gas was smaller on the 200-210th day than on the 112th day. 
This observation agrees with the writer’s view, according to which at 
least one of the limiting factors of nitrogen production is attributed to 
diminution in the nitrate supply. 

To conclude, the reason that in Takasuka-numa, the evolution of 
nitrogen declines towards autumn, despite temperature elevation in the 
deeper waters, is explained partly by interruption in the nitrate supply 
and partly by assuming that denitrification had adapted itself to a lower 
temperature, the exact cause being yet obscure. 


Methane and Hydrogen. (v. Fig. 15) Methane and hydrogen ac- 
cumulation. Contrary to the case of nitrogen evolution, in a bell-jar 
suspended at the bottom, fermentations of methane and hydrogen are 
accelerated by rise in temperature. 

The amounts of both these gases, accumulated in the suspended 
bell-jar, increased from their small values in early summer (2.6c.c. per 
day/m.? of methane and 0.lc.c. of hydrogen) to the enormous values 
in the period, September 13 — October 4, of 1129 c.c. of the former gas 
and 90 c.c. of the latter, while fermentation had declined, the amount of 
the evolved methane and hydrogen having dropped to 408 c.c. and 24 c.c. 
between October 4 — 25, and further to 27 ¢c.c. and 1.7 c.c. in the succeeding 
period until November 25. 

The contents of methane and hydrogen in the lake waters varied 
similarly. In all the waters, neither of these two gases were found to 
any measureable extent until May 25. On June 21, small amounts of 
these gases were found first at depths of 5 and 5.5 m., with the simultane- 
ous disappearance of oxygen. Thereafter, their contents in deeper 
waters increased evenly towards autumn, and on October 4 they reached 
the maximum values of 10.8 c¢.c. of methane and 0.5c.c. of hydrogen at 
a depth of 5.5 m. and 13.6 ¢.c. and 0.8¢.c. at 6m. Then, owing to circula- 
tion of the water, the stored gases in deeper waters were dispersed and, 





(30) Allgeier, Peterson, Juday, Birge, Internat. Rev. d. gesamten Hydrobiologie und 
Hydrographie, 26 (1932), 444-461. 
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due to the accompanying temperature drop and to the supply of oxygen 
to the deepest water, bottom fermentation was greatly hindered. From 
this time onwards, no considerable amount of these gases was found in 
any of the water layers. This was the same as in the previous autumn. 


Methane and hydrogen fermentations and temperature. One of the 
outstanding features in the present study of methane and hydrogen is 
that the daily amount of methane evolution reached in autumn to nearly 
500-fold of that in early summer. 

Such a huge increase in gas production cannot easily be explained 
merely by rise in temperature in the bottom water. 

Three facters that are supposed also to contribute more or less to 
the huge acceleration of methane and hydrogen production towards 
autumn will now be discussed. 

(1) Anaerobiotic condition in the deeper waters. The fermentation 
of the two gases in question being anaerobic, it is inhibited by the presence 
of oxygen, so that it is rather natural to find both these changes greatly 
inhibited when the supply of oxygen to the bottom is still sufficient, as 
in the period of circulation and at the beginning of the stagnation period. 
It is also natural to find gas evolution suddenly accelerated as soon as 
the water stagnates for a certain period and the bottom oxygen is com- 
pletely consumed. 

(2) Bacteria that oxidize methane and hydrogen. Next, the role 
played by bacteria that oxidize methane and hydrogen, will be considered. 

Recently, Kuznetzov®” and his co-workers proved the existence of 
such bacteria in the water of Lake Beloje, near Moscow, and tried to 
explain the limnological characteristics of that lake. 

It is very likely that such bacteria are not restricted to any particular 
lake, such as Beloje, but are widely distributed in all lakes where the 
evolution of these gases occurs. 

In the water layers of a lake, where the evolved methane or hydrogen 
easily comes in contact with the dissolved oxygen, we find the most appro- 
priate breeding ground for these bacteria. In such a layer of water, the 
oxygen, owing to the action of bacteria, acts on the gases in question as 
soon as they are evolved, so long as the supply of oxygen continues there. 

This will exactly be the case with the bottom water in the period 
of circulation or at the beginning of the period of stagnation, so that in 
these periods, no marked storage of dissolved methan or hydrogen in the 
bottom water can be expected, even if these gases were produced in 
considerable quantities. - 

In contrast to this, when the stagnation of water continues for 
some time and the oxygen in the deeper. waters is completely consumed, 
bacterial decomposition of the evolved gases is hindered and the gases 
are dissolved (unaltered) in the water or are accumulated in the collect- 
ing jar as they are evolved. : 

For these reasons, the apparent evolution of these gases, as computed 
from the amounts accumulated in the collecting jar, is very much larger 
in the advanced season, compared with that in early summer. 


(v4. (81) /Kuznetzov} Verhandl. d. Internat. Vereinigung f. theoret. und angew. Limnologie, 
vi/% 7 (1935), 562-582. 
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Fig. 15. Annual variation in the ,content,of«methane of/the lake waters 
of Takasuka-numa (c.c./I.) 
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Fig. 16. Annual variation in the oxygen content of the lake waters 
of Takasuka-numa. (c.c./I.) 
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Fig. 17. Annual variation in the degree of oxygen saturation in the lake waters 
of Takasuka-numa (c.c./1.) 
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Fig. 18. Annual variation in the pH value of the lake waters 
of Takasuka-numa 


(73) 











448 K, Sugawara. [Vol. 14, Supplement, 


Depth(m.) x XI XM 1 MN if Iv v VI vi xm Ix_X 






1 
2 
3 —30 
—@ 
4 — \ 
5 =m\ 
5.5 3 100 


Fig. 19. Annual variation in the content of total carbon dioxide 
in the lake waters of Takasuka-numa (c.c./I.) 


(3) Direct and indirect effects of rising bubbles. When the bottom 
fermentation has advanced to a certain extent, and the evolved gases 
have dissolved sufficiently into the waters in the neighourhood, the gases 
begin to escape in the form of bubbles rising towards the upper water 
surface. In this case, oxygen as well as other gases, that are dissolved 
in the waters lying in the way of the rising bubbles, are very likely to 
be driven out by them. 

On the one hand, such a process seems to secure directly a sooner 
establishment of anaerobic conditions in deeper waters, while, on the 
other, it hinders the ingress of oxygen from the upper water zones into 
the deeper ones, as the result of which, anaerobiosis, once established 
at the boltum, is indirectly extended quickly in range and increased in 
intensity. 

The author therefore holds that the huge increase in the accumula- 
tion of methane and hydrogen towards autumn was owing to the following 
three causes: 

(1) Rise in temperature of the bottom water. 

(2) Decomposition oxidation of the evolved methane and hydrogen 
by bacteria in the earlier period, and its cessation in the later period. 

(3) Setting up of anaerobic conditions in the deeper waters, which 
in their turn, are maintained by the stagnation of water as well as by the 
rising bubbles of the evolved gases. 


Oxygen. (v. Figs. 16 and 17) Degree of oxygen saturation. 
Although the saturation of oxygen varied between 0 and 118.6%, general- 
ly speaking, the value was usually below 100%, except those in the 
upper water layers during the four or five months from early summer 
to early autumn. Then throughout the year, excepting these months, 
oxygen must have been continually absorbed from the air into the 
hydrosphere in order to make up for its lack in the waters. Seeing that 
the surface water was markedly undersaturated, this absorption must 
have been intense, whence the bulk of the oxygen that is absorbed into 
the lake water per annum per unit surface must reach an enormous 
value in Takasuka-numa, thus differing from many other lakes, where 
the degree of oxygen saturation never drops to any great extent. 


The roles of iron and manganese as oxygen carriers. This large 
quantity of absorbed oxygen is at the end consumed for the oxidative 
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decomposition of organic matter that was either formed in the lake or 
had been carried into it. 

But we cannot overlook the fact that, in the course of the oxidative 
consumption of oxygen, this gas, at any rate, does not directly act upon 
organic matter in general, but is frequently first combined with ferrous 
iron or with manganous manganese, after which the oxygen is transferred 
to less oxidizable organic substances. In this case, it is worth mentioning 
that the oxidation-reduction propert of these elements in question plays 
an important role in facilitating such oxygen-transference. 

Such is also the case with the flocculation and precipitation of 
oxidized iron and manganese, by which the deeper lying organic matter 
are made accessible to oxygen, resulting in oxidation. 

Such relation between the absorbed oxygen and the amount of iron 
and manganese in the lake water, is very evident in the autumnal obser- 
vations. 

In the autumn of 1935, the oxygen content in the waters was found 
to have increased in harmony with increase in solubility due to lowering 
of the water temperature, but saturation was found to have decreased 
every time it was observed from September to December. 

Thus the latter value dropped gradually, for example, at the surface 
layer, from 85.6% on September 29 to a minimum of 63.5° on December 
15. 

When we compare these data with those of nitrogen, and are reminded 
of the above conclusion that the absorption velocity of oxygen by water 
can never differ much from that of nitrogen, and that, in the case of 
nitrogen, absorption occurs so easily that it adapts itself to the autumnal 
lowering of temperature of the lake waters, we know that the small 
autumnal value of oxygen saturation does not arise from any interrup- 
tion in the supply of this gas, but from its heavy consumption by a huge 
quantity of oxygen-consuming substances present in the water. 

The amount of these oxygen-consuming substances in the waters was 
greatly reduced towards the end of December, as shown by a sudden 
increase in oxygen saturation in the observation of January 19, despite 
the still continued lowering of the temperature of the lake water. 

From the variation in the iron and manganese contents in the waters 
that ran parallel with that of the degree of oxygen saturation, the writer 
concludes that these two elements are nothing but substances that play, 
at least, one of the main roles in the consumption of oxygen by the 
autumnal waters. 

In fact, as shown in Tables 12 and 13, the contents of iron and 
manganese in the upper waters increased continually from September to 
November, corresponding to the decreasing variation in oxygen satura- 
tion, after which the iron and manganese contents began to decrease to 
their minimum values on January* 19, also corresponding to the sudden 
increase in oxygen saturation as well as in its absolute content in the 
water. It might be scarcely worth repeating that the direct determina- 
tion of iron and manganese by the suspending bottle method (Table 15) 
also gave a result that pointed to a similar variation in iron and manganese 
deposition. The circulatory property of iron and manganese is also 
significant in the matter of oxygen supply to the deeper waters. 
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As shown in the foregoing paragraphs, these elements precipitate 
upon combining with oxygen, and when they part with this oxygen to 
combine with other oxidizable substances at depths, they change into 
the soluble state, whence they are carried back by the circulation current 
into the upper water zone. 

In this way, owing to this circulatory property of these elements, 
the transport of oxygen from the upper aerated zone to the deeper oxygen 
deficient zone is effected by these carriers, so long as there remain sub- 
stances to receive the oxygen in the deeper waters. 

Thus the role of iron and manganese as oxygen carriers is accom- 
plished by their circulatory property. 

It will also be of some interest to compute the amount of oxygen 
that is carried downwards by the elements in question per annum, per 
unit area, and to estimate roughly the percentage of the organic deposite 
that are likely to be oxidized completely by this computed amount of 
oxygen. 

In the previous determination of deposition, what was lacking in 
observation was made up as shown in Fig. 4, the percentages of iron and 
manganese in the deposit for this period being assumed equal to 10.78% 
and 0.74% respectively, the mean values of 12 observations during the 
whole period. Then the deposited iron during a period of one year, 
June 24, 1935—June 24, 1936, was computed to be 0.179 g. (as Fe.Os;), 
and the corresponding manganese to be 0.0122 g. (as MnO). The loss 
in oxygen that occurred in the reductions of FeO, to FeO and of MnO, to 
MnO, are respectively 10.02% and 18.45%, referred to the mother oxides, 
whence the amount of oxygen that was freed by the above deposited iron 
and manganese, must amount to 17.9mg. and 2.6 mg. respectively, and 
to a total of 20.5 mg. per annum/cm.’. 

On the other hand, the annual deposition of organic matter is roughly 
estimated as follows. The total deposition per annum is computed to be 
1.66 g. as given in the foregoing paragraph. The mean percentage of 
carbon in this deposit is assumed to be 6.00% and the mean composition 
of the organic deposit is taken to be practically the same as that of 
cellulose. These assumptions are admissible from the result of analysis 
of the mud, given above. The annual deposition of organic matters is 
then equivalent to about 99.6 mg. of cellulose, which requires 124 mg. 
of oxygen for its complete combustion, so that the oxygen transported by 
manganese and iron amounts to 16.5% of this cellulose requirement. : 

But since the actual supply of oxygen is not restricted to that by 
iron and manganese, the actual amount of organic deposits that are 
destined to oxidative decomposition would considerably exceed this esti- 
mate. 

At any rate, it is noteworthy that more than 16.5% of the deposited 
organic matter is decomposed into carbon dioxide, again to be assimilated. 
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